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(54) Tin-copper alloy electroplating bath and plating process therewith 



(57) A tin-copper alloy electroplating bath which 
comprises a water-soluble tin salt, a water-soluble cop- 
per salt, an inorganic or organic acid or a water-soluble 
salt thereof, and one or more compounds selected from 
thioamide compounds and thiol compounds. The 



present invention makes it possible to form a tin-copper 
alloy deposit, in place of tin-lead alloy plating, on elec- 
tronic parts such as chips, quartz crystal oscillators, 
hoops, connector pins, lead frames, bumps, lead pins 
of packages, and printed circuit boards. 
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Description 

BACKGROUND 

5 [0001] The present invention relates to a tin-copper alloy electroplating bath and a plating process therewith, the tin- 
copper alloy electroplating being useful as a substitute for tin -lead alloy (solder) plating. 

[0002] It has been common practice to perform tin plating or tin-lead alloy plating, prior to soldering, on such parts 
of electronic machines and equipment as chips, quartz crystal oscillators, bumps, connector pins, lead frames, hoops, 
lead pins of packages, and printed circuit boards. 
io [0003] In the production of printed circuit boards, tin plating or tin-lead alloy plating film has been widely used as an 
etching resist film. 

[0004] Stricter regulations are being enforced which restrict the use of lead for environmental protection. This has 
aroused a demand for lead-free plating baths which will supersede tin -lead alloy plating baths. This demand is not met 
by simple tin plating baths because tin deposit would deteriorate in solderability and would cause crystalline whiskers 
75 to occur in the plating film. 

[0005] Attempts have been made to develop new kinds of plating with a tin alloy. 

[0006] Tin -copper alloy plating is attracting attention. The conventional tin -copper alloy plating baths deposit a tin- 
copper alloy containing copper more than 50 wt%. The plating bath for tin-copper alloy is a strong alkaline bath which 
uses alkali cyanide or alkali pyrophosphate as a compiexing agent, or a simple bath which is based on sulfuric acid 

20 and contains no compiexing agent. The former is disclosed in Japanese Patent Laid-open No. 27590/1 996. These 
plating baths, however, do not serve as a substitute for tin plating baths or tin-lead alloy plating baths applied to elec- 
tronic parts and printed circuit boards. This is because they do not form tin-copper alloy plating film containing 0.01 -10 
wt% of copper required when applied to electronic parts and printed circuit boards. In addition, the plating bath should 
be neutral or acidic if it is to be applied to printed circuit boards or the like covered with an organic resist film which is 

25 liable to peel off in an alkaline plating bath. Although simple baths based on sulfuric acid are strongly acidic, they have 
the disadvantage of causing soluble tin or tin-copper alloy anodes to liberate tin from their surface and deposit copper 
on their surface when not energized. This makes it difficult to control the plating bath adequately. In addition, these 
plating baths readily precipitate tin compounds and hence lack long-term stability. 

[0007] The aim herein is to provide new and useful tin-copper alloy electroplating bath compositions and correspond- 
30 ing plating methods. Preferred aims include imparting good solderability to various parts to be soldered, and forming 
a plating film of tin-copper alloy which can serve as an etching resist. 

[0008] The tin-copper alloy electroplating bath of the first aspect of the present invention comprises a water-soluble 
tin salt, a water-soluble copper salt, an inorganic or organic acid or a water-soluble salt thereof, and one or more 
compounds selected from thioamide compounds and thiol compounds. 

3$ [0009] The tin-copper alloy electroplating bath of the second aspect of the present invention comprises a water- 
soluble tin salt, a water-soluble copper salt, one or more compounds selected from carboxylic acids, lactone com- 
pounds, condensed phosphoric acids, phosphonic acids and water-soluble salts thereof, one or more compounds 
selected from thioamide compounds and thiol compounds, and an inorganic or organic acid or a water-soluble salt 
thereof other than carboxylic acids, lactone compounds, condensed phosphoric acids, phosphonic acids and water- 

40 soluble salts thereof. 

[0010] We find that embodiments of such electroplating baths can give plating films which can substitute for tin or 
tin-lead alloy plating film which is used for soldering or as an etching resist. It can be applied to any parts constituting 
electronic machines and equipment, such as chips, quartz crystal oscillators, bumps, connector pins, lead frames, 
hoops, lead pins of packages, and printed circuit boards, which need lead-free soldering. 

45 [0011] Tin-copper alloy electroplating baths embodying the invention may permit a broad range of cathode current 
density and give satisfactory plating film of tin-copper alloy when used in barrel plating, rack plating, or rackless plating 
(jet or flow high-speed plating), it can be applied to electronic parts made up of conducting materials having insulating 
materials such as ceramics, lead glass, plastics and ferrite incorporated therein without adverse effect such as corro- 
sion, deformation, and degradation on insulating materials. It does not cause displacement deposition or precede 

so deposition of copper to occur on the soluble anode of tin or tin-copper alloy or on the plating film. This is advantageous 
to plating operation. 

[0012] The invention will be described in more detail in the following. 

[0013] According to the present invention, the tin-copper alloy electroplating bath contains a water-soluble tin salt, 
a water-soluble copper salt, an inorganic or organic acid or a water-soluble salt thereof, and one or more compounds 
55 selected from thioamide compounds and thiol compounds. 

[0014] The tin salt may be either stannous salt or stannic salt. The stannous salt [Sn (II) salt] includes, for example, 
stannous organosulfonate (such as stannous methanesulfonate), stannous sulfate, stannous chloride, stannous bro- 
mide, stannous iodide, stannous oxide, stannous phosphate, stannous pyrophosphate, stannous acetate, stannous 
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citrate, stannous gluconate, stannous tartrate, stannous lactate, stannous succinate, stannous sulfamate, stannous 
borofluoride, stannous formate, and stannous silicofluoride. The stannic salt (Sn (IV) salt] includes, for example, sodium 
stannate and potassium stannate. 

[0015] The copper salt may be either cuprous salt or cupric salt. The cuprous salt [copper (I) salt] includes, for 
example, cuprous oxide, cuprous cyanide, cuprous chloride, cuprous bromide, cuprous iodide and cuprous thiocyanate. 
The cupric salt [copper (II) salt] includes, for example, cupric organosulfonate (such as cupric methanes ulfonate), 
cupric sulfate, cupric chloride, cupric bromide, cupric iodide, cupric oxide, cupric phosphate, cupric pyrophosphate, 
cupric acetate, cupric citrate, cupric gluconate, cupric tartrate, cupric lactate, cupric succinate, cupric sulfamate, cupric 
borofluoride, cupric formate, and cupric silicofluoride. 

[0016] The content of tin salt in the plating bath should preferably be 1-99 g/L, particularly 5-59 g/L in terms of tin. 
The content of copper salt in the plating bath should preferably be 0.001-99 g/L, particularly 0.01-54 g/L in terms of 
copper. For obtaining a tin-copper alloy deposit containing 0.01-30 wt% of copper, the content of tin salt should pref- 
erably be 1 -99 g/L, particularly 5-59 g/L in terms of tin and the content of copper salt should preferably be 0.001-30 g/ 
L, particularly 0.01 -18 g/L in terms of copper. 

[001 7] Examples of the inorganic or organic acid include sulfuric acid, hydrochloric acid, nitric acid, hydrofluoric acid, 
fluoroboric acid, phosphoric acid, sulfamic acid, sulfonic acid such as aliphatic sulfonic acid and aromatic sulfonic acid, 
carboxylic acid such as aliphatic saturated carboxylic acid, aromatic carboxylic acid, and aminocarboxylic acid, con- 
densed phosphoric acid and phosphonic acid. 

[0018] Examples of the aliphatic or aromatic sulfonic acid include substituted or unsubstituted aikanesulfonic acid, 
hydroxyalkanesulfonic acid, benzenesulfonic acid, and naphthalenes ulf on ic acid. The unsubstituted aikanesulfonic 
acid may be one which is represented by C n H 2n+1 S0 3 H (where n is 1-5, preferably 1 or 2). 
[0019] The unsubstituted hydroxyalkanesulfonic acid may be one which is represented by the formula below. 



OH 

C* H 2m* i - CH - C k H 2k+ j - S0 3 H 

(where m is 0-2 and k is 1 -3.) 
[0020] The substituted aikanesulfonic acid or hydroxyalkanesulfonic acid may be one in which hydrogen atoms of 
the alkyl group are partly replaced by halogen atom, aryl groups, alkylaryl groups, carboxyl groups, or sulfonic acid 
groups. 

[0021] The benzenesulfonic acid and naphthalenesulfonic acid are represented by the following formulas respec- 
tively. 




[0022] The substituted benzenesulfonic acid and naphthalenesulfonic acid may be those in which hydrogen atoms 
of the benzene or naphthalene ring are partly replaced by hydroxyl groups, halogen atom, alkyl groups, carboxyl groups, 
nitro groups, mercapto groups, amino groups, or sulfonic acid groups. 

[0023] Specific examples include methanesulfonic acid, ethanesulfonic acid, isethionic acid, propanesulfonic acid, 
2-propanesulfonic acid, butanesulfonic acid, 2-butanesulfonic acid, pentanesulfonic acid, chloropropanesulfonic acid, 
2-hydroxyethane-1 -sulfonic acid, 2-hydroxypropanesulfonic acid, 2-hydroxybutane-1 -sulfonic acid, 2-hydroxypen- 
tanesulfonic acid, allylsulfonic acid, 2-sulfoacetic acid, 2-sulfopropionic acid, 3-sulfopropionic acid, sulfosuccinic acid, 
sulfomaleic acid, sulfofumaric acid, benzenesulfonic acid, toluenesulfonic acid, xylenesulfonic acid, nitrobenzenesul- 
fonic acid, sulfobenzoic acid, sulfosalicylic acid, benzaldehydesulfonic acid, and p-phenolsulfonic acid. 
[0024] The carboxylic acid used should preferably be one which does not have aliphatic unsaturated bonds. Exam- 
ples of the aliphatic saturated carboxylic acids include monocarboxylic acids such as formic acid, acetic acid, lactic 
acid, propionic acid, butyric acid, and gluconic acid, dicarboxylic acids such as oxalic acid, malonic acid, succinic acid, 
tartaric acid, and malic acid, and tricarboxylic acids such as citric acid and tricarba Hylic acid. Examples of the aromatic 
carboxylic acids include phenylacetic acid, benzoic acid, and anisic acid. Examples of the aminocarboxylic acids include 
iminodiacetic acid, nitrilotriacetic acid (NTA), ethylenediamine tetraacetic acid (EDTA), and diethylenetriamine pen- 
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taacetic acid. Examples of the condensed phosphoric acids include pyrophosphoric acid, tripolyphosphoric acid, tetrap- 
olyphosphoric acid, polyphosphoric acid having a degree of polymerization of 5 or more, and hexametaphosphoric 
acid. Examples of the phosphonic acids include aminotrimethylene phosphonic acid. 1 -hydroxyethylidene-1 ,1 -diphos- 
phonic acid, ethylenediamine tetramethylenephosphonic acid, and diethylenetriamine pentamethylenephosphonic ac- 
5 id. 

[0025] Examples of the salts of the inorganic and organic acids include alkali metal salts such as sodium salt, po- 
tassium satt and lithium salt, alkali earth metal salts such as magnesium salt, calcium saft and barium salt, divalent tin 
(stannous) salts, tetravalent tin (stannic) salts, monovalent copper (cuprous) salts, divalent copper (cupric) salts, am- 
monium salts, and organic amine salts such as monomethylamine salt, dimethylamine salt, trimethylamine salt, ethyl- 

10 amine salt, isopropylamine salt, ethylenediamine salt and diethylenetriamine salt. 

[0026] The content of the inorganic or organic acid or the water-soluble salt thereof in the plating bath should pref- 
erably be at least 50 g/L, preferably at least 100 g/L. For contents smaller than that, the bath has a greater tendency 
to instability and precipitation. Preferably the acid is at 600 g/L or less, more preferably 500 g/L or less, much more 
preferably 400 g/L or less, most preferably 300 g/L or less. The effect tends to level off above these. 

'5 [0027] In the present invention, it is preferable that (A) at least one compound selected from carboxylic acids, con- 
densed phosphoric acids, phosphonic acids and the water-soluble salts thereof as well as lactone compounds such 
as gluconolactone and gluconoheptolactone and (B) at least one compound selected from inorganic or organic acids 
and the water-soluble salts other than the component (A) (carboxylic acids, lactone compounds, condensed phosphoric 
acids, phosphonic acids and the water-soluble salts thereof) are used in combination. The component (B) includes 

20 sulfuric acid, hydrochloric acid, nitric acid, hydrofluoric acid, fluoroboric acid, phosphoric acid, sulfamic acid, sulfonic 
acids described above, and the water-soluble salt thereof. 

[0028] The component (A), i.e., carboxylic acid, lactone compound, condensed phosphoric acid, phosphonic acid 
and the water-soluble salt thereof, may be used singly or in combination. Among them, citric acid, tartaric acid, succinic 
acid, gluconic acid, malic acid, EDTA, NTA, malonic acid, and the water-soluble salts thereof should preferably be 
25 used. The content of the component (A) should preferably be in the range of 50 to 500 g/L, preferably 50 to 300 g/L, 
more preferably 100 to 300 g/L. If the content is too small, the bath may be more unstable and liable to precipitate. 
The effect levels off even though the content is too much. When a surfactant is added to the plating bath, it may not 
be fully dissolved therein, resulting in salting-out, if the content is too much. 

[0029] The component (B) may preferably be sulfuric acid, hydrochloric acid, nitric acid and the water-soluble salts 
30 thereof. Among the water-soluble salts, potassium salts, sodium salts, ammonium salts and magnesium salts are 
preferred. The content of the component (B) should be in the range of 5 to 200 g/L, preferably 30 to 200 g/L, more 
preferably 30 to 100 g/L. If the content is too small, the alloy ratio of tin and copper in the deposit may become unstable 
and the bath voltage may become higher when barrel plating is conducted. The effect levels off even though the content 
is too much. When a surfactant is added to the plating bath, it may not be fully dissolved therein, resulting in salting- 
35 out, if the content is too much. 

[0030] The component (B) would act, when used in combination with the component (A), as an electrically conducting 
salt for the plating bath and a stabilizer for an alloy composition of the deposit. 

[0031] According to the present invention, the plating bath contains one or more members selected from thioamide 
compounds and thiol compounds as a bath stabilizer or complexing agent. Examples of the thioamide compounds or 

40 thiol compounds include thioamide compounds having 1 -15 carbon atoms such as thiourea, dimethylthiourea, diethyl- 
thiourea, trimethylthiourea, N,N'-diisopropylthiourea, acetylthiourea, allylthiourea, ethylenethiourea, 1,3-diphenylthiou- 
rea, thiourea dioxide, thiosemicarbazide, and tetramethylthiourea and thiol compounds having 2-8 carbon atoms such 
as mercaptoacetic acid (thioglycolic acid), mercaptosuccinic acid (thiomalic acid) and mercaptolactic acid. Among 
them, thiourea, dimethylthiourea, diethylthiourea, trimethylthiourea, N,N'-diisopropylthiourea, acetylthiourea, allylth- 

45 iourea, ethylenethiourea, 1,3-dipheny (thiourea, thiourea dioxide, thiosemicarbazide, tetramethylthiourea, mercapto- 
succinic acid, mercaptolactic acid, thioglycolic acid, and the water-soluble salts (e.g., alkali metal salts, ammonium 
salts, magnesium salts, etc.) thereof are preferred. 

[0032] The content of thioamide compound or thiol compound in the plating bath should preferably be 1 -200 g/L. 
particularly 5-100 g/L. They will not fully produce their effect if their amount is excessively small; they will prevent the 

50 formation of fine crystals in the plating film if their amount is excessively large. 

[0033] The plating bath of the present invention may be incorporated with a nonionic surface active agent if necessary. 
[0034] A nonionic surface active agent helps the Sn-Cu alloy deposition with a smooth dense surface and with a 
uniform composition. It should preferably be one which is derived from alkylene oxide. It includes, for example, poly- 
oxyethylene p-naphthol ether, ethylene oxide-propylene oxide block copolymer, polyoxy ethylene alkyl ether, polyox- 

55 yethylene phenyl ether, polyoxyethylene alkylamino ether, polyoxyethylene fatty acid ester, polyoxy ethylene polyhydric 
alcohol ether, and polyethylene glycol. Its amount in the plating bath should preferably be 0.01 -50 g/L, particularly 2-10 
g/L. It may cause burnt deposits due to high current density if its amount is excessively small, and it may cause the 
plating film to assume a blackish color or uneven color if its amount is excessively large. 



4 



EP 1 001 054 A2 

[0035] The plating bath of the present invention may be incorporated with one or more of cationic surface active 
agents, anionic surface active agents, and amphoteric surface active agents, if necessary. 

[0036] Examples of the cationic surface active agents include dodecyltrimethyl ammonium salt, hexadecyltrimethyl 
ammonium salt, octadecyltrimethyl ammonium salt, dodecyldimethylethyl ammonium salt, octadecenyldimethylethyl 

5 ammonium salt, dodecyldimethyl ammonium betaine, octadecyldimethyl ammonium betaine, dimethylbenzyldodecyl 
ammonium salt, hexadecyldimethylbenzyl ammonium salt, octadecyldimethylbenzyl ammonium salt, trimethytbenzyl 
ammonium salt, triethylbenzyl ammonium salt, hexadecyl pyridinium salt, dodecyl pyridinium salt, dodecyl picolinium 
salt, dodecyl imidazolium salt, oleyl imidazolium salt, octadecylamine acetate, and dodecylamine acetate. 
[0037] Examples of the anionic surface active agents include alkyl sulfate, polyoxyethylene alkyl ether sulfate, poly- 

io oxyethylene alkylphenyl ether sulfate, alkylbenzenesulfonate, and (poly)alkylnaphthalenesulfonate. Examples of the 
alkyl sulfonate include sodium dedecylsulfate and sodium oleyl sulfate. Examples of the polyoxyethylene alkyl ether 
sulfate include sodium polyoxyethylene (E01 2) nonyl ether sulfate and sodium polyoxyethylene (E01 5) dodecyl ether 
sulfate. 

[0038] Examples of the amphoteric surface active agents include betaine, suffobetaine, and imidazolium betaine. 
15 Additional examples include sulfated adduct or sulfonated adduct of a condensation product of ethylene oxide and/or 
propylene oxide with alkylamine or diamine. 

[0039] The amount of these surface active agents in the plating bath should preferably be 0-50 g/L, preferably 0.01 -50 
g/L, particularly 2-10 g/L 

[0040] The plating bath of the present invention may be incorporated with one or more of mercapto group-containing 
20 aromatic compounds, dioxyaromatic compounds, and unsaturated carboxylic acid compounds, as a leveling agent for 
the plating film and an antioxidant for Sn 2+ ion in the plating bath. Examples of the mercapto group-containing aromatic 
compounds include 2-mercaptobenzoic acid, mercaptophenol, 2-mercaptobenzoxazole, 2-mercaptobenzothiazole, 
2-mercaptoethylam ine, and mercaptopyridine. Examples of the dioxyaromatic compounds include dioxybenzophe- 
none, 3,4-dioxyphenylalanine, resorcin, catechol, hydroquinone, dioxyhexane, and dipalin. Examples of the unsatu- 
25 rated carboxylic acid compounds include benzoic acid, fumaric acid, phthalic acid, acrylic acid, citraconic acid, and 
methacrylic acid. The amount of these components in the plating bath should preferably be 0.001 -20 g/L, particularly 
0.001-5 g/L. 

[0041] The plating bath of the present invention may be incorporated with one or more of aldehyde compounds as 
a brightener for a plating film. Examples of the aldehyde compounds include 1 -naphthaldehyde, 2-naphthaldehyde, o- 
30 chlorobenzaldehyde, m-chlorobenzaldehyde, p-chlorobenzatdehyde, 2,4-dichlorobenzaldehyde, acetaldehyde, sali- 
cylaldehyde, 2-thiophenaldehyde, 3-thiophenaldehyde, o-anisaldehyde, m-anisaldehyde, p-anisaldehyde, and salicy- 
laldehyde allyl ether. The aldehyde compound may preferably be added in an amount of 0.001-10 g/L, especially 
0.05-0.5 g/L. 

[0042] The plating bath of the present invention may preferably be incorporated with one or more of water-soluble 
35 metal salts selected from water-soluble gold salts, water-soluble silver salts, water-soluble zinc salts, water-soluble 
bismus salts, water-soluble nickel salts, water-soluble cobalt salts, and water-soluble palladium salts. The incorporation 
of the water-soluble metal salt can form a dense ternary alloy of Sn-Cu-Au, Ag, Zn, Bi, Ni, Co or Pd due to the codepo- 
sition of the metal (Au, Ag, Zn, Bi, Ni, Co or Pd) with Sn and Cu, or the water-soluble metal salt can act as an additive 
for forming a dense deposit, improving a solderability, and preventing the deposit from discoloring after heat treatment. 
40 [0043] Examples of the water-soluble metal salts include sodium aurous [gold (I)] sulfite, silver (I) chloride, silver (I) 
sulfate, silver (I) methanesulfonate, zinc oxide, zinc sulfate, zinc chloride, bismuth (111) oxide, bismuth (III) sulfate, 
bismuth (III) methanesulfonate, nickel (II) chloride, nickel (II) sulfate, nickel (II) sulfamate, cobalt (II) chloride, cobalt 
(II) sulfate, cobalt (II) sulfamate, palladium (II) chloride, and palladium (II) sulfate. 

[0044] The content of the water-soluble metal salt may preferably be 0.001 to 99 g/L, especially 0.005 to 1 8 g/L. The 
45 water-soluble metal salt can improve the solderability of the deposit and prevent the deposit from discoloring after heat 

treatment even in a small amount of 0.001 to 2 g/L, preferably 0.001 to 1 g/L, more preferably 0.005 to 1 g/L. 

[0045] The plating bath of the present invention should preferably have a pH value of 10 or less, preferably 9 or less, 

more preferably 7 or less. The lower limit of pH is not limited. When the compound selected from carboxylic acids, 

lactone compounds, condensed phosphoric acids, phosphonic acids and the water-soluble salts thereof (the compo- 
50 nent (A) described above) is used in combination with at least one compound selected from the inorganic and organic 

acids and the water-soluble salts thereof other than the component (A), the pH of the plating bath should preferably 

be 2 or more, especially 4 or more. 

[0046] The plating bath is effective for plating electronic parts having an insulating material such as glass, ceramic 
and plastic incorporated therein, since the plating bath can be used at a pH of 2 or more. The insulating portion of the 
55 electronic part may be attacked, denatured or deformed if the plating bath has a pH of lower than 2.0. 

[0047] The plating bath of the present invention may be applied to rack plating, barrel plating, or high-speed plating 
in the usual way. The cathode current density may be established in the range of 0.01-100 A/dm 2 , especially 0.01-20 
A/dm 2 . It may be 0.5-5 A/dm 2 , particularly 1-4 A/dm 2 , for rack plating. It may be 0.01 -1 A/dm 2 , particularly 0.05-0.5 A/ 
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dm 2 , for barrel plating. The plating temperature is preferably 10-50°C, particularly 15-40°C. Agitation, which is optional, 
may be accomplished by cathode rocking, stirring, or pumping. The anode may be a soluble one, i.e., tin, copper, or 
tin alloy containing at least one metal selected from copper, gold, silver, zinc, bismus, nickel, cobalt, and palladium. 
The use of the soluble anode can supplement the required metal ions depending to the metal contained in the anode. 
s The content of the metal alloyed with tin depends on the amount of the metal ions required in the plating bath. The 
anode may also be an insoluble one, such as carbon and platinum. Incidentally, the plating bath of the present invention 
will not cause displacement deposition of copper on the tin anode or tin-copper alloy anode even when it is not ener- 
gized. The cathode current efficiency is usually 80-99%. 

[0048] The plating bath of the present invention may be applied to any objects having conducting parts capable of 
10 electroplating. Such objects may be composite parts composed of a conducting material such as metal and an insulating 
material such as ceramics, lead glass, plastics, and f errite. These objects for plating may undergo pretreatment suitable 
for individual materials. The plating baths herein have been found not to cause displacement deposition or precede 
deposition of copper to occur on the plating film. In addition, it does not cause corrosion, deformation, and degradation 
to insulating materials when it is applied to electronic parts composed of conducting materials and insulating materials. 
is [0049] To be concrete, the plating bath of the present invention may be used to form tin-copper alloy deposit on 
electronic parts which need soldering, such as chips, quartz crystal oscillators, connector pins, lead frames, hoops, 
package lead pins and bumps, and printed circuit boards. 

[0050] The plating bath of the present invention gives a plating film of tin-copper alloy which varies in appearance 
from white to grayish white and from bright to matte, depending on the content of copper and the presence or absence 

20 of brightening components and/or the water-soluble metal salts. Typically the tin-copper alloy consisting of 99.99 to 
10 wt% of tin and 0.01 to 90 wt% of copper, depending on the ratio of tin ions and copper ions in the plating bath and 
the plating conditions. The alloy composition should be selected according to the intended use. For soldering or for 
etching resist, the content of tin should be more than 50 wt%, preferably more than 70 wt%, and more preferably more 
than 90 wt%, and the content of copper should be more than 0.01 wt%, preferably more than 0.1 wt%. 

25 [0051] When the above-said component (A) and the above-said component (B) is used in combination, the alloy 
composition of Sn and Cu is more stabilized in the Cu content range of 0.5 ± 0.2 to 10.0 ±0.5 wt% at a cathode current 
density of 0.01 to 0.5 A/dm 2 , and therefore the combination of the components (A) and (B) is effective for barrel plating 
which is conducted in a cathode current density of 0.01 to 0.5 A/dm 2 in average. 

30 EXAMPLES 

[0052] The invention will be described in more detail with reference to the following examples and comparative ex- 
amples. 

35 Example and Comparative Example I 

[0053] Tin-copper alloy plating baths were prepared according to the compositions shown in Tables 1 and 2. Lead 
frames of copper or iron-nickel (42) alloy which had been pretreated in the usual way were dipped in the plating baths, 
and electroplating by rack plating method was carried out, with the lead frames serving as cathodes, under the condi- 
40 tions shown in Tables 1 and 2. The pH of the plating bath was adjusted by using sulfuric acid solution or sodium 
hydroxide solution. 

[0054] The plating film was examined for some characteristics. The results are shown in Tables 1 and 2. 



Table 1 



Component (g/L) 


Examples 


1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


Tin (II) sulfate (as Sn 2 +) 


9.5 


9.8 


18 


7 


59 


0 


0 


0 


0 


0 


Copper (II) sulfate 5 hydrate (as Cu 2 *) 


0.5 


0.2 


2 


3 


1 


0 


0 


0 


0 


0 


Tin (II) methanesulfonate (as Sn 2+ ) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


56 


Copper (II) methanesulfonate (as Cu 2+ ) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0.1 


2 


Sulfuric acid 


100 


50 


0 


0 


200 


0 


0 


0 


0 


0 


Methanesulfonic acid 


0 


0 


0 


0 


0 


100 


50 


0 


0 


200 


Sodium gluconate 


0 


200 


0 


0 


0 


0 


200 


0 


0 


0 
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Table 1 (continued) 





Component (g/L) 


Examples 






1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


5 


Triammonium citrate 


0 


0 


200 


0 


0 


0 


0 


200 


0 


0 




Tetrapotassium pyrophosphate 


0 


0 


0 


200 


0 


0 


0 


0 


200 


0 




Thiourea 


25 


25 


0 


0 


150 


50 


25 


0 


0 


150 


10 


Dim ethyl thiourea 


0 


0 


50 


0 


0 


0 


0 


0 


0 


0 




Acetyl thiourea 


0 


0 


0 


25 


0 


0 


0 


0 


0 


0 




Mercaptosuccinic acid 


0 


25 


0 


25 


0 


0 


0 


0 


25 


0 




Mercapioiacuc acia 


0 


0 


0 


0 


0 


0 


25 


0 


0 


0 


15 


Thbglycolicacid 


0 


0 


0 


0 


0 


0 


0 


50 


0 


0 




Polyoxyethylene p-naphthol ether 
(number of moles of EO added = 10) 


5 


0 


0 


0 


0 


5 


0 


0 


0 


0 




Sodium hexylalkyl sulfate ester 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 


20 


Dodecyltrimethylammonium chloride 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 




Dimethylalkyl betaine 


2.5 


0 


0 


0 


2.5 


0 


0 


0 


0 


0 


25 


Ethylene oxide-propylene oxide block 
copolymer (Mw = 2500, EO/PO = 6/4) 


0 


0 


0 


0 


2.5 


0 


0 


0 


0 


5 


Polyoxyethylene stearylaminoether 
(number of moles of EO added = 1 5) 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 




Polyethylene glycol (ave. Mw = 3000) 


0 


0 


0 


2.5 


0 


o 


0 


0 


2.5 


o 


30 


1-Naphtha!dehyde 


0.1 


0.2 


0.5 


0.2 


0 


0.1 


0.2 


0.5 


0.2 


o 


pH (note 1 ) 


<1 


4 


7 


9 


<1 


<1 


4 


7 


9 


<1 




Cathode current density (A/dm 2 ) 


2 


0.5 


1 


2 


10 


0.5 


2 


1 


2 


10 




Plating time (minutes) ! 


10 


40 


20 


10 


2 


40 


10 


20 


10 


2 


JO 


batn temperature ( O) 


25 


25 


25 


50 


30 


25 


25 


25 


50 


30 




Anode (note 2) 


A 


A 


A 


A 


B 


A 


A 


A 


A ! 


B 




Agitation (note 3) 


a 


a 


a 


a 


b 


a 


a 


a 


a 


b 


40 


Appearance of plating film (note 4) 


O 


O 


A 


A 


O 


O 


O 


A 


a : 


O 


Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


O 


A 


A 


A 


O 


o 


A 


A 


A 


O 




Solderability (note 6) 


o 


O 


A 


A 


O 


o 


A 


A 


A 


O 


45 


Cu content (wt%) 


5.4 


2.2 


9.1 


6.5 


1.6 


0.7 


3.2 


22 


1.2 


1.4 



Table 2 



Component (g/L) 


Comparative Examples 


1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


Tin (II) sulfate (as Sn 2 *) 


19 


0 


57 


0 


0 


0 


0 


0 


9.8 


0 


Copper (II) sulfate 5 hydrate (as Cu 2 *) 


1 


0 


3 


0 


0 


0 


0 


0 


0.2 


0 


Tin (II) methanesulfonate (as Sn 2 +) 


0 


19 


0 


57 


0 


0 


0 


0 


0 


16 


Copper (II) methanesulfonate (as Cu 2+ ) 


0 


1 


0 


3 


0 


0 


0 


0 


0 


4 
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Table 2 (continued) 





Component (g/L) 


Comparative Examples 






1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


5 


Sodium stannate (IV) 3 hydrate (as Sn 4+ ) 


0 


0 


0 


o 


38 


48 


o 


0 


0 


0 




Copper (I) cyanide (as Cu+) 


0 


0 


0 


o 


2 


12 


0 


0 


0 


o 




Tin (II) pyrophosphate (as Sn 2 * ) 


o 


0 


0 


o 


o 


o 


9.5 


18 


0 


o 


10 


Copper (II) pyrophosphate (as Cu 2 *) 


0 


0 


0 


o 


o 


0 


0.5 


2 


0 


o 


Sulfuric acid 


100 


o 


200 


o 


o 


o 


o 


o 


50 


o 




Methanesulfonic acid 


0 


100 


o 


200 


o 


0 


o 


o 


o 


o 




Sodium cyanide 


o 


0 


0 


0 


50 


100 


0 


o 


0 


o 


15 


Sodium hydroxide 


o 


o 


0 


o 


100 


200 


o 


o 


o 


o 




Tetrapotassium pyrophosphate 


o 


o 


o 


o 


o 


o 


100 


200 


o 


o 




Sodium gluconate 


o 


o 


o 


0 


o 


o 


0 


o 


200 


o 




Triammonium citrate 


o 


o 


o 


o 


o 


o 


o 


o 


o 


180 


20 


Sodium alkyl sulfate ester 


2 


4 


10 


10 


10 


10 


5 


10 


5 


10 




pH (note 1 ) 


<1 


<1 


<1 


<1 


12 


13 


9 


9 


4 


7 




Cathode current density (A/dm 2 ) 


2 


2 


10 


10 


5 


10 


2 


4 


0.5 


2 


25 


Plating time (minutes) 


10 


10 


2 


2 


4 


2 


10 


5 


40 


10 


Bath temperature (°C) 


25 


25 


30 


30 


55 


55 


25 


25 


30 


30 




Anode (note 2) 


A 


A 


B 


B 


C 


C 


C 


C 


A 


A 




Agitation (note 3) 


a 


a 


b 


b 


a 


a 


a 


a 


a 


a 


30 


Appearance of plating film (note 4) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 




Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 




Solderability (note 6) 


X 


X 


X 


A 


X 


X 


A 


x 


A 


X 


35 


Cu content (wt%) 


4.8 


5.3 


9.4 


6.5 


4.6 


16.5 


3.9 


8.3 


1.6 


21.4 


40 
45 
50 
55 


Note 1. pH 

The pH of the plating solution was adjusted with sulfuric acid solution or sodium hydroxide solution. 
Note 2. Anode 

A: tin-copper alloy 

B: platinum-plated titanium 

C: carbon 
Note 3. Agitation 

a: by cathode rocking 

b: by jetting of plating solution 
Note 4. Appearance of plating film 

O : uniform and dense 

A : slightly uneven color 

x : uneven color and burnt deposits 
Note 5. Stability of Sn/Cu deposition ratio of plating film 

O : within ± 10% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

A : within ± 30% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

X : within ± 50% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 
Note 6. Solderability 

©: the same solderability as that of Sn-Pb alloy plating film 

O : solderability which is intermediate between Sn-Pb alloy plating film and Sn plating film 

A : the same solderability as that of Sn plating film 

x : solderability which is inferior to that of Sn plating film 
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Example and Comparative Example II 

[0055] Tin-copper alloy plating baths were prepared according to the compositions shown in Tables 3 and 4. Lead 
frames of copper or iron-nickel (42) alloy which had been pretreated in the usual way were dipped in the plating baths, 
5 and electroplating by rack plating method was carried out, with the lead frames serving as cathodes, under the condi- 
tions shown in Tables 3 and 4. The pH of the plating bath was adjusted by using sulfuric acid solution or sodium 
hydroxide solution. 

[0056] The plating film was examined for some characteristics. The results are shown in Tables 3 and 4. 



10 Table 3 





Component (g/L) 




Examples 








11 


12 


13 


14 


15 


16 


17 


18 


19 


du 


15 


Tin (II) sulfate (as Sn z+ ) 


9.5 


9.8 


19.9 


ft r\ 

9.9 


38 


0 


0 


0 


0 


0 


Copper (II) sulfate 5 hydrate (as Cu 2 *) 


0.5 


0 


0 


0.1 


0 


0 


0 


0 


0 


0 




Copper (1) oxide (as Cu + ) 


0 


0.2 


0.1 


0 


2 


0 


0 


0 


0.1 


0 




Tin (II) methanesulfonate (as Sn 2+ ) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


58 


20 


Copper (II) methanesulfonate (as Cu 2+ ) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0 


2 




Sodium gluconate 


200 


150 


0 


0 


0 


0 


200 


0 


0 


0 




Triammonium citrate 


0 


0 


250 


200 


0 


0 


0 


0 


100 


0 


25 


Tetrapotassium pyrophosphate 


0 


0 


0 


0 


0 


100 


0 


250 


0 


0 


Magnesium 1 -hydroxyethylidene- 
1,1-diphosphonate 


0 


0 


0 


0 


300 


0 


0 


0 


0 


400 




Thiourea 


50 


25 


0 


25 


150 


10 


50 


0 


0 


150 


30 


Dimethylthiourea 


0 


0 


25 


0 


0 


0 


0 


200 


25 


0 




Sodium sulfate 


50 


0 


100 


0 


0 


0 


50 


0 


0 


0 




Ammonium methanesulfonate 


0 


0 


0 


0 


0 


200 


0 


100 


0 


30 




Potassium sulfate 


0 


100 


0 


200 


50 


0 


0 


0 


0 


0 


35 


Magnesium methanesulfonate 


0 


0 


0 


0 


0 


0 


150 


0 


120 


0 




Polyoxyethylene p-naphtho! ether 
(number of moles of EO added = 10) 


0 


0 


2.5 


5 


0 


5 


5 


2.5 


2.5 


0 


40 


Ethylene oxide-propylene oxide block 
copolymer (Mw = 2500, EO/PO = 6/4) 


5 


5 


0 


0 


5 


0 


0 


0 


0 


10 




1 -Naphthaldehyde 


0.1 


0 


0.5 


0 


0.5 


0.2 


0 


0 


0 


0.5 




o-Chlorobenzaldehyde 


0 


0.2 


0 


0.5 


0 


0 


0.1 


0.5 


0.2 


0 


45 


pH (note 1) 


2.0 


3.0 


4.0 


5.0 


6.0 


7.0 


8 


9 


4.5 


5.5 




Cathode current density (A/dm 2 ) 


0.2 


0.1 


0.3 


1 


10 


0.05 


2 


1 


0.1 


20 




Plating time (minutes) 


100 


200 


70 


20 


2 


400 


10 


20 


10 


1 




Bath temperature (°C) 


25 


25 


30 


15 


30 


25 


35 


25 


30 


30 


50 


Bath stability (note 2) 


O 


O 


O 


O 


O 


O 


O 


O 


O 


O 




Appearance of plating film (note 3) 


O 


O 


O 


O 


O 


O 


O 


A 


A 


O 




Cu content (wt%) 


5.4 


2.2 


1.0 


0.5 


4.2 


0.7 


3.2 


22 


1.2 


1.4 



55 
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Table 4 



Component (g/L) 


Comparative Examples 


11 


12 


13 


14 


15 


16 


17 


18 


19 


20 


Tin (II) sulfate (as Sn 2 *) 


19 


0 


24 


0 


0 


0 


0 


0 


9.8 


0 


Copper (II) sulfate 5 hydrate (as Cu 2 *) 


1 


0 


6 


0 


0 


0 


0 


0 


0.2 


0 


Tin (H) methanesulfonate (as Sn 2 *) 


0 


9.9 


0 


57 


0 


0 


0 


0 


i o 


16 


Copper (II) methanesulfonate (as Cu 2+ ) 


0 


0.1 


0 


3 


0 


0 


0 


0 


0 


4 


Sodium stannate (IV) 3 hydrate (as 
on ) 


0 


0 


0 


0 


38 


48 


0 


0 


0 


0 


oopper \\) cyaniae ^as uu ) 


0 


0 


0 


0 


2 


12 


0 


0 


0 


0 


i in (M; pyropnospnaie (as orr ) 


0 


0 


0 


0 


0 


0 


9.5 


19.5 


0 


0 


Copper (II) pyrophosphate (as Cu 2 *) 


0 


0 


0 


0 


0 


0 


0.5 


0.5 


0 


0 


Methanesulfonic acid 


0 


0 


0 


150 


0 


0 


0 


0 


0 


0 


Sodium cyanide 


0 


0 


0 


0 


50 


100 


0 


0 


0 


0 


Sodium hydroxide 


0 


0 


0 


0 


100 


200 


0 


0 


0 


0 


Sodium gluconate 


200 


0 


0 


0 


0 


0 


0 


0 


200 


0 


Triammonium citrate 


0 


100 


0 


0 


0 


0 


0 


0 


0 


180 


Tetrapotassium pyrophosphate 


0 


0 


300 


0 


0 


0 


120 


200 


0 


0 


oooium aiKyi suiiaie esier 


2 


4 


5 


10 


10 


10 


5 


10 


5 


10 


pn moie l ) 


4 


2 


6 


<1 


12 


13 


9 


9 


4 


7 


Cathode current density (A/dm 2 ) 


0.2 


0.05 


1 


20 


5 


10 


2 


4 


0.5 


0.1 
^ 


Plating time (minutes) 


100 


400 


20 


1 


4 


2 


10 


5 


40 


200 


Bath temperature (°C) 


25 


30 


15 


25 


55 


55 


25 


25 


25 


25 


Bath stability (note 2) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 


Appearance of plating film (note 3) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 


Cu content (wt%) 


4.8 


1.3 


18 


2.5 


4.6 


16.5 


3.9 


8.3 


1.6 


21.4 


Note 1. pH 

The pH of the plating bath was adjusted with sulfuric acid solution or sodium hydroxide solution. 
Note 2. Bath stability 

O : good bath stability; no precipitation occurred 

X : bad bath stability; precipitation is liable to occur 
Note 3. Appearance of plating film 

O : uniform and even 

A : slightly uneven 

X : uneven 

Note 4. Anode: tin-copper alloy [ 



Example III 



[0057] Tin -copper alloy plating baths were prepared according to the compositions shown in Tables 5 and 6. Lead 
frames of copper or iron-nickel (42) alloy which had been pretreated in the usual way were dipped in the plating baths, 
and electroplating was carried out, with the lead frames serving as cathodes, under the conditions shown in Tables 5 
and 6. The pH of the plating bath was adjusted by using sulfuric acid solution or sodium hydroxide solution. 
[0058] The plating film was examined for some characteristics. The results are shown in Tables 5 and 6. 
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Table 5 





Component (g/L) 


Examples 


5 




21 


22 


23 


24 


25 


26 


27 


28 


29 


30 




Tin (II) sulfate (as Sn 2+ ) 


9.5 


9.B 


18 


7 


59 


0 


0 


0 


0 


0 




Copper (II) sulfate 5 hydrate (as Cu 2+ ) 


0.5 


0 


0 


3 


1 


0 


0 


0 


0 


0 




Copper (I) oxide (as Cu + ) 


0 


0.2 


2 


0 


0 


0 


0.3 


0 


0 


0 


10 


Tin (II) methanesulfonate (as Sn 2+ ) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


58 




Copper (II) methanesulfonate (as 
Cu 2+ ) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0.1 


2 


15 


Sulfuric acid 


100 


50 


0 


0 


200 


0 


0 


0 


0 


0 


Methanesulfonic acid 


0 


0 


0 


0 


0 


100 


50 


0 


0 


200 




Sodium gluconate 


0 


200 


0 


0 


0 


0 


200 


0 


0 


0 




Triammonium citrate 


0 


0 


200 


0 


0 


0 


0 


0 


0 


0 


20 


Tetrapotassium pyrophosphate 


0 


0 


0 


200 


0 


0 


0 


0 


200 


0 




Magnesium 1 -hydroxyethylidene- 
1 , 1 -diphosphonate 


0 


0 


0 


0 


0 


0 


0 


300 


0 


0 




Thiourea 


25 


25 


0 


0 


150 


50 


25 


0 


0 


150 


25 


Dimethylthiourea 


0 


0 


50 


0 


0 


0 


0 


0 


0 


0 




Acetylthiourea 


0 


0 


0 


25 


0 


0 


0 


0 


0 


0 




Mercaptosuccinic acid 


0 


25 


0 


25 


0 


0 


0 


0 


25 


0 


30 


Mercaptolactic acid 


0 


0 


0 


0 


0 


0 


25 


0 


0 


0 




Thioglycolic acid 


0 


0 


0 


0 


0 


0 


0 


50 


0 


0 




Sodium sulfate 


0 


100 


0 


50 


0 


0 


0 


0 


0 


0 


35 


Ammonium methanesulfonate 


0 


0 


0 


0 


0 


0 


80 


0 


60 


0 


Potassium sulfate 


0 


0 


100 


0 


0 


0 


0 


0 


0 


0 




Magnesium methanesulfonate 


0 


0 


0 


0 


0 


0 


0 


120 


0 


0 




Nickel (II) sulfate 6 hydrate (as Ni 2 *) 


0.1 


0 


0 


0.05 


0 


0 


0.3 


0 


0.1 


0 


AO 


Silver (I) sulfate (as Ag 2 *) 


0 


0.1 


0 


0 


0.05 


0 


0 


1 


0 


0.2 




Bismus (III) sulfate (as Bi 3+ ) 


0 


0 


0.02 


0 


0 


0.01 


0 


0 


0 


0 




Polyoxyethylene p-naphthol ether 
(number of moles of EO added = 10) 


5 


o 


o 


o 


o 


5 


o 


o 


o 


o 


45 


Sodium hexylalkyl sulfate ester 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 




Dodecyltrimethylammonium chloride 


0 


0 


0 2.5 




0 


0 


0 


0 


2.5 


0 




Dimethylalkyl betaine 


2.5 


0 


0 


0 


2.5 


0 


0 


0 


0 


0 


SO 


Ethylene oxide -propylene oxide block 
copolymer (Mw = 2500, EO/PO = 6/4) 


0 


0 


0 


0 


2.5 


0 


0 


0 


0 


5 




Polyoxyethylene stearylaminoether 
(number of moles of EO added = 1 5) 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 



55 
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Table 5 (continued) 



Component (g/L) 


Examples 


21 


22 


23 


24 


25 


26 


27 


28 


29 


30 


Polyethylene glycol (ave. Mw = 3000) 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 


1-Naphthaldehyde 


0.1 


0.2 


0.5 


0.2 


0 


0.1 


0.2 


0.5 


0.2 


0 


pH (note 1) 


<1 


4 


7 


9 


<1 


<1 


4 


7 


9 


<1 


Cathode current density (A/dm 2 ) 


o 


ft 9 


■i 
I 




1 n 


C\ 1 
U. I 


d. 


i 


o 
c. 


OA 


Plating time (minutes) 


l u 


inn 


on 


I u 


O 
c. 


onn 




on 


1 u 




Bath temperature (°C) 


25 


25 


25 


50 


30 


25 


25 


25 


50 


30 


Anode (note 2) 


A 


A 


A 


A 


B 


A 


A 


A 


A 


B 


Agitation (note 3) 


a 


c 


a 


a 


b 


c 


a 


a 


a 


b 


Appearance of plating film (note 4) 


O 


O 


O 


O 


O 


O 


O 


O 


O 


O 


Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


o 


o 


o 


o 


O 


o 


O 


O 


O 


O I 


Solderability (note 6) 


© 


© 


o 


o 


© 


© 


© 


o 


© 


© 


Cu content (wt%) j 


5.2 


2.0 


8.8 


6.4 


1.7 


0.9 


3.0 


19 


1.1 


1.5 



Table 6 



Component (g/L) 


Examples 


31 


32 


33 


34 


35 


36 


37 


38 


39 


40 


Tin (II) sulfate (as Sn 2+ ) 


9.5 


9.8 


18 


7 


59 


0 


0 


0 


0 


; o 


Copper (II) sulfate 5 hydrate (as Cu 2 *) 


0.5 


0 


0 


3 


1 


0 


0 


0 


0 


: o 


Copper (I) oxide (as Cu') 


0 


0.2 


2 


0 


0 


0 


0.3 


0 


0 


0 


Tin (II) methanesulfonate (as Sn 2 +) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


58 


Copper (II) methanesulfonate (as Cu 2 +) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0.1 


2 


Sulfuric acid 


100 


50 


0 


0 


200 


0 


0 


0 


0 


0 


Methanesulfonic acid 


0 


0 


0 


0 


0 


100 


50 


0 


0 


200 


Sodium gluconate 


0 


200 


0 


0 


0 


0 


200 


0 


0 


0 


Triammonium citrate 


0 


0 


200 


0 


0 


0 


0 


0 


0 


0 


Tetrapotassium pyrophosphate 


I 0 


o 


0 


200 


000 






0 


200 


0 


Magnesium 1-hydroxyethylidene- 
1,1-diphosphonate 


0 


0 


0 


0 


0 


0 


0 


300 


0 


0 


Thiourea 


25 


25 


0 


0 


150 


50 


25 


0 


0 


150 


Dimethylthiourea 


0 


0 


50 


0 


0 


0 


0 


0 


0 


0 


Acetylthiourea 


0 


0 


0 


25 


0 


0 


0 


0 


0 


0 


Mercaptosuccinic acid 


0 


25 


0 


25 


0 


0 


0 


0 


25 


0 


Mercaptolactic acid 


0 


0 


0 


0 


0 


0 


25 


0 


0 


0 


Thiogtycolic acid 


0 


0 


0 


0 


0 


0 


0 


50 


0 


0 


Sodium sulfate 


0 


100 


0 


50 


0 


0 


0 


0 


0 


0 


Ammonium methanesulfonate 


0 


0 


0 


0 


0 


0 


80 


0 


60 


o 


Potassium sulfate 


0 


0 


100 


0 


0 


0 


0 


0 


0 


0 
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Table 6 (continued) 



oomponem (g/Lj 


Examples 


31 


32 


33 


34 


35 


36 


37 


38 


39 


40 


Magnesium methanesuifonate 


0 


0 


0 


0 


0 


0 


0 


120 


0 


0 


Polyoxyethylene p-naphthol ether 
(number of moles of EO added = 10) 


5 


0 


0 


0 


0 


5 


0 


0 


0 


0 


Sodium hexylalkyl sulfate ester 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 


Dodecyltrimethylammonium chloride 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 


Dimethylalkyl betaine 


2.5 


0 


0 


0 


2.5 


0 


0 


0 


0 


0 


Ethylene oxide-propylene oxide block 
copolymer (rviw = z:ouu, tvj/PvJ = b/4) 


0 


0 


0 


0 


2.5 


0 


0 


0 


0 


5 


Polyoxyethylene stearylaminoether 
(number of moles of EO added = 15) 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 


Polyethylene glycol (ave. Mw = 3000) 


o 


o 


o 

\j 




KJ 


n 
u 


u 


a 
u 




o 
u 


1-Naphthaldehyde 


0.1 


0.2 


0.5 


O 9 

\J . c 




n 1 

yj. i 




KJ .3 




n 
\j 


pH (note 1) 


<1 


4 


7 


9 


<1 


<1 


4 


7 


9 


<1 


Cathode current density (A/dm 2 ) 


2 


0.2 


1 


2 


10 


0.1 


2 


1 


2 


20 


Plating time (minutes) 


10 


100 


20 


10 


2 


200 


10 


20 


10 


2 


Bath temperature ( C) 


25 


25 


25 


50 


30 


25 


25 


25 


50 


30 


Anode (note <?) 


A 


A 


A 


A 


B 


A i 


A 


A 


A 


B 


Agitation (note 3) 


a 


c 


a 


a 


b 


c 


a 


a 


a 


b 


Appearance of plating film (note 4) 


O 


O 


O 


O 


O 


O 


O 


O 


O 


O 


Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


O 


O 


O 


O 


O 


O 


O 


O 


O 


O 


Solderability (note 6) 


O 


o 


A 


A 


o 


O 


o 


A 


O 


o 


Cu content (wt%) 


5.4 


2.1 


9.0 


6.3 


1.6 


0.7 


3.1 


20 


1.0 


1.4 


Note 1. pH 

The pH of the plating solution was adjusted with sulfuric acid solution or sodium hydroxide solution. 
Note 2. Anode 

A: tin-copper alloy 

B: platinum-plated titanium 
Note 3. Agitation 

a: by cathode rocking 

b: by jetting of plating solution 

c: by barrel plating 
Note 4. Appearance of plating film 

O : uniform and dense 

A : slightly uneven color 

x : uneven color and burnt deposits 
Note 5. Stability of Sn/Cu deposition ratio of plating film 

O : within ± 10% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

A : within ± 30% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

X : within ± 50% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 
Note 6. Solderability 

©: the same solderability as that of Sn-Pb alloy plating film 

O : solderability which is intermediate between Sn-Pb alloy plating film and Sn plating film 

A : the same solderability as that of Sn plating film 

x : solderability which is inferior to that of Sn plating film 
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[0059] As is described above, the present invention makes it possible to form a tin-copper alloy deposit, in place of 
tin-lead alloy plating, on electronic parts such as chips, quartz crystal oscillators, hoops, connector pins, lead frames, 
bumps, lead pins of packages, and printed circuit boards. 

5 

Claims 

1. A tin-copper alloy electroplating bath comprising a water-soluble tin salt, a water-soluble copper salt, an inorganic 
or organic acid or a water-soluble salt thereof, and one or more compounds selected from thioamide compounds 

10 and thiol compounds. 

2. A tin-copper alloy electroplating bath comprising a water-soluble tin salt, a water-soluble copper salt, one or more 
compounds selected from carboxylic acids, lactone compounds, condensed phosphoric acids, phosphonic acids 
and water-soluble salts thereof, one or more compounds selected from thioamide compounds and thiol corn- 
's pounds, and an inorganic or organic acid or a water-soluble salt thereof other than carboxylic acids, lactone com- 
pounds, condensed phosphoric acids, phosphonic acids and water-soluble salts thereof. 

3. A plating bath as defined in Claim 2, wherein the compound selected from carboxylic acids, lactone compounds, 
condensed phosphoric acids, phosphonic acids and water-soluble salts thereof is formic acid, acetic acid, lactic 

20 acid, propionic acid, butyric acid, gluconic acid, oxalic acid, malonic acid, succinic acid, tartaric acid, malic acid, 

citric acid, tricarballylic acid, phenylacetic acid, benzoic acid, anisic acid, iminodiacetic acid, nitrilotriacetic acid, 
ethylenediamine tetraacetic acid, diethytenetriamine pentaacetic acid, gluconolactone, gluconoheptolactone, py- 
rophosphoric acid, tripolyphosphoric acid, tetrapolyphosphoric acid, polyphosphoric acid having a degree of po- 
lymerization of five or more, hexametaphosphoric acid, aminotrimethylene phosphonic acid, 1 -hydroxy ethy I idene- 

2S 1,1-diphosphonic acid, ethylenediamine tetramethylenephosphonic acid, diethylenetriamine pentamethyl- 

enephosphonic acid, or a water-soluble salt thereof. 

4. A plating bath as defined in any one of Claims 1 to 3, wherein the inorganic or organic acid or water-soluble salt 
thereof is sulfuric acid, hydrochloric acid, nitric acid, hydrofluoric acid, fiuoroboric acid, phosphoric acid, sulfamic 

30 acid, methanesulfonic acid, ethanesulfonic acid, isethionic acid, propanesulfonic acid, 2-propanesulfonic acid, bu- 

tanesulfonic acid, 2-butanesulfonic acid, pentanesulfonic acid, chloropropanesulfonic acid, 2-hydroxyethane- 
1 -sulfonic acid, 2-hydroxypropanesulfonic acid, 2-hydroxybutane-1 -sulfonic acid, 2-hydroxypentanesulfonic acid, 
allylsulfonic acid, 2-suifoacetic acid, 2-sulfopropionic acid, 3-sulfopropionic acid, sulfosuccinic acid, sulfomaleic 
acid, sulfofumaric acid, benzenesulfonic acid, toluenesulfonicacid, xylenesulfonic acid, nitrobenzenesulfonic acid, 

35 sulfobenzoic acid, sulfosalicylic acid, benzaldehydesulfonic acid, p-phenolsulfonic acid, or a water-soluble salt 

thereof. 

5. A plating bath as defined in any one of Claims 1 to 4, wherein the water-soluble copper salt is cuprous (I) oxide, 
cuprous (I) cyanide, cuprous (I) chloride, cuprous (I) bromide, cuprous (I) iodide, or cuprous (I) thiocyanate. 

40 

6. A plating bath as defined in any one of Claims 1 to 5, wherein the compound selected from thioamide compounds 
and thiol compounds is at least one selected from the group consisting of thiourea, dimethylthiourea, diethylthiou- 
rea, trimethylthiourea, N.N'-diisopropylthiourea, acetylthiourea, allylthiourea, ethylenethiourea, 1,3-diphenylthiou- 
rea, thiourea dioxide, thiosemicarbazide, tetramethylthiourea, mercaptosuccinic acid, mercaptolactic acid, thiogly- 

45 colic acid, and the water-soluble salts thereof. 

7. A plating bath as defined in any one of Claims 1 to 6, which further comprises a nonionic surface active agent. 

8. A plating bath as defined in any one of Claims 1 to 7, which further comprises one or more surface active agents 
50 selected from cationic surface active agents, anionic surface active agents, and amphoteric surface active agents. 

9. A plating bath as defined in any one of Claims 1 to 8, which further comprises one or more additives selected from 
mercapto group-containing aromatic compounds, dioxyaromatic compounds, and unsaturated carboxylic acid 
compounds as a leveling agent for the surface of a plating film. 



55 



10. A plating bath as defined in any one of Claims 1 to 9, which further comprises one or more aldehyde compounds 
selected from 1 -naphtha Idehyde, 2-naphthaldehyde,o<:hlorobenzaldehyde, m^hlorobenzaldehyde, p-chloroben- 
zaldehyde, 2,4-dichlorobenzaldehyde, acetaldehyde, salicylaldehyde, 2-thiophenaldehyde, 3-thiophenaldehyde, 
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o-anisaldehyde t m-anisaldehyde, p-anisaldehyde. and salicylaldehyde allyl ether as a brightener for the surface 
of a plating film. 

11. A plating bath as defined in any one of Claims 1 to 10, which further comprises one or more water-soluble metal 
5 salts selected from water-soluble gold salts, water-soluble silver salts, water-soluble zinc salts, water-soluble bis- 

mus salts, water-soluble nickel salts, water-soluble cobalt salts, and water-soluble palladium salts. 

12. A plating bath as defined in any one of Claims 1 to 11 , which has a pH value of 10 or less. 

io 1 3. A process for tin-copper alloy electroplating which comprises plating an object with the plating bath defined in any 
one of Claims 1 to 12. 

14. A process for tin-copper alloy electroplating as defined in Claim 13, wherein an anode immersed in the plating 
bath is made of tin or a tin alloy containing one or more metals selected from copper, gold, silver, zinc, bismus, 
is nickel, cobalt, and palladium. 
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Description 
BACKGROUND 

s [0001] The present invention relates to a tin-copper alloy electroplating bath and a plating process therewith, the tin- 
copper alloy electroplating being useful as a substitute for tin-lead alloy (solder) plating. 

[0002] It has been common practice to perform tin plating or tin-lead alloy plating, prior to soldering, on such parts 
of electronic machines and equipment as chips, quartz crystal oscillators, bumps, connector pins, lead frames, hoops, 
lead pins of packages, and printed circuit boards. 
10 [0003] In the production of printed circuit boards, tin plating or tin-lead alloy plating film has been widely used as an 
etching resist film. 

[0004] Stricter regulations are being enforced which restrict the use of lead for environmental protection. This has 
aroused a demand for lead-free plating baths which will supersede tin-lead alloy plating baths. This demand is not met 
by simple tin plating baths because tin deposit would deteriorate in solderability and would cause crystalline whiskers 
is to occur in the plating film. 

[0005] Attempts have been made to develop new kinds of plating with a tin alloy. 

[0006] Tm-copper alloy plating is attracting attention. The conventional tin-copper alloy plating baths deposit a tin- 
copper alloy containing copper more than 50 wt%. The plating bath for tin-copper alloy is a strong alkaline bath which 
uses alkali cyanide or alkali pyrophosphate as a complexing agent, or a simple bath which is based on sulfuric acid 

20 and contains no complexing agent. The former is disclosed in Japanese Patent Laid-open No. 27590/1996. These 
plating baths, however, do not serve as a substitute for tin plating baths or tin-lead alloy plating baths applied to elec- 
tronic parts and printed circuit boards. This is because they do not form tin-copper alloy plating film containing 0.01 -1 0 
wt% of copper required when applied to electronic parts and printed circuit boards. In addition, the plating bath should 
be neutral or acidic if it is to be applied to printed circuit boards or the like covered with an organic resist film which is 

25 liable to peel off in an alkaline plating bath. Although simple baths based on sulfuric acid are strongly acidic, they have 
the disadvantage of causing soluble tin or tin-copper alloy anodes to liberate tin from their surface and deposit copper 
on their surface when not energized. This makes it difficult to control the plating bath adequately. In addition, these 
plating baths readily precipitate tin compounds and hence lack long-term stability. 

[0007] The aim herein is to provide new and useful tin-copper alloy electroplating bath compositions and correspond- 
30 ing plating methods. Preferred aims include imparting good solderability to various parts to be soldered, and forming 
a plating film of tin-copper alloy which can serve as an etching resist. 

[0008] The tin-copper alloy electroplating bath of the first aspect of the present invention comprises a water-soluble 
tin salt, a water-soluble copper salt, an inorganic or organic acid or a water-soluble salt thereof, and one or more 
compounds selected from thioamide compounds and thiol compounds. 

35 [0009] The tin-copper alloy electroplating bath of the second aspect of the present invention comprises a water- 
soluble tin salt, a water-soluble copper salt, one or more compounds selected from carboxylic acids, lactone com- 
pounds, condensed phosphoric acids, phosphonic acids and water-soluble salts thereof, one or more compounds 
selected from thioamide compounds and thiol compounds, and an inorganic or organic acid or a water-soluble salt 
thereof other than carboxylic acids, lactone compounds, condensed phosphoric acids, phosphonic acids and water- 

40 soluble salts thereof. 

[0010] We find that embodiments of such electroplating baths can give plating films which can substitute for tin or 
tin-lead alloy plating film which is used for soldering or as an etching resist. It can be applied to any parts constituting 
electronic machines and equipment, such as chips, quartz crystal oscillators, bumps, connector pins, lead frames, 
hoops, lead pins of packages, and printed circuit boards, which need lead-free soldering. 

45 [0011] Tin-copper alloy electroplating baths embodying the invention may permit a broad range of cathode current 
density and give satisfactory plating film of tin-copper alloy when used in barrel plating, rack plating, or rackless plating 
Get or flow high-speed plating). It can be applied to electronic parts made up of conducting materials having insulating 
materials such as ceramics, lead glass, plastics and ferrite incorporated therein without adverse effect such as corro- 
sion, deformation, and degradation on insulating materials. It does not cause displacement deposition or precede 

so deposition of copper to occur on the soluble anode of tin or tin-copper alloy or on the plating film. This is advantageous 
to plating operation. 

[0012] The invention will be described in more detail in the following. 

[0013] According to the present invention, the tin-copper alloy electroplating bath contains a water-soluble tin salt, 
a water-soluble copper salt, an inorganic or organic acid or a water-soluble salt thereof, and one or more compounds 
55 selected from thioamide compounds and thiol compounds. 

[0014] The tin salt may be either stannous salt or stannic salt. The stannous salt [Sn (II) salt] includes, for example, 
stannous organosulfonate (such as stannous methanesulfonate), stannous sulfate, stannous chloride, stannous bro- 
mide, stannous iodide, stannous oxide, stannous phosphate, stannous pyrophosphate, stannous acetate, stannous 
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citrate, stannous gluconate, stannous tartrate, stannous lactate, stannous succinate, stannous sulfamate, stannous 
borofluoride, stannous formate, and stannous silicofluoride. The stannic salt [Sn (IV) salt) includes, for example, sodium 
stannate and potassium stannate. 

[0015] The copper salt may be either cuprous salt or cupric salt. The cuprous salt [copper (I) salt] includes, for 
5 example, cuprous oxide, cuprous cyanide, cuprous chloride, cuprous bromide, cuprous iodide and cuprous thiocyanate. 
The cupric salt [copper (II) salt] includes, for example, cupric organosulfonate (such as cupric methanesulfonate), 
cupric sulfate, cupric chloride, cupric bromide, cupric iodide, cupric oxide, cupric phosphate, cupric pyrophosphate, 
cupric acetate, cupric citrate, cupric gluconate, cupric tartrate, cupric lactate, cupric succinate, cupric sulfamate, cupric 
borofluoride, cupric formate, and cupric silicofluoride. 
w [0016] The content of tin salt in the plating bath should preferably be 1-99 g/L, particularly 5-59 g/L in terms of tin. 
The content of copper salt in the plating bath should preferably be 0.001-99 g/L, particularly 0.01-54 g/L in terms of 
copper. For obtaining a tin-copper alloy deposit containing 0.01-30 wt% of copper, the content of tin salt should pref- 
erably be 1 -99 g/L, particularly 5-59 g/L in terms of tin and the content of copper salt should preferably be 0.001 -30 gf 
L, particularly 0.01-18 g/L in terms of copper. 
'5 [0017] Examples of the inorganic or organic acid include sulfuric acid, hydrochloric acid, nitric acid, hydrofluoric acid, 
fluoroboric acid, phosphoric acid, sulfamic acid, sulfonic acid such as aliphatic sulfonic acid and aromatic sulfonic acid, 
carboxylic acid such as aliphatic saturated carboxylic acid, aromatic carboxylic acid, and aminocarboxylic acid, con- 
densed phosphoric acid and phosphonic acid. 

[0018] Examples of the aliphatic or aromatic sulfonic acid include substituted or unsubstituted alkanesulfonic acid, 
20 hydroxyalkanesulfonic acid, benzenesulfonic acid, and naphthalenesulfonic acid. The unsubstituted alkanesulfonic 
acid may be one which is represented by C n H 2n+1 S0 3 H (where n is 1-5, preferably 1 or 2). 
[0019] The unsubstituted hydroxyalkanesulfonic acid may be one which is represented by the formula below. 



25 OH 

I 

C m H 2m* i ' CH - C k H 2Jt , j - S0 3 H 

(where m is 0-2 and k is 1 -3.) 

30 [0020] The substituted alkanesulfonic acid or hydroxyalkanesulfonic acid may be one in which hydrogen atoms of 
the alkyl group are partly replaced by halogen atom, aryl groups, alkylaryl groups, carboxyl groups, or sulfonic acid 
groups. 

[0021] The benzenesulfonic acid and naphthalenesulfonic acid are represented by the following formulas respec- 
tively. 

35 



40 




[0022] The substituted benzenesulfonic acid and naphthalenesulfonic acid may be those in which hydrogen atoms 
45 of the benzene or naphthalene ring are partly replaced by hydroxyl groups, halogen atom, alkyl groups, carboxyl groups, 
nitro groups, mercapto groups, amino groups, or sulfonic acid groups. 

[0023] Specific examples include methanesulfonic acid, ethanesulfonic acid, isethionic acid, propanesulfonic acid, 
2-propanesulfonic acid, butanesulfonic acid, 2-butanesulfonic acid, pentanesuifonic acid, chloropropanesulfonic acid, 
2-hydroxyethane-1 -sulfonic acid, 2-hydroxypropanesuIfonic acid, 2-hydroxybutane-1 -sulfonic acid, 2-hydroxypen- 

50 tanesulfonic acid, allylsulfonic acid, 2-sulfoacetic acid, 2-sulfopropionic acid, 3-sulfopropionic acid, sulfosuccinic acid, 
sulfomaleic acid, sulfofumaric acid, benzenesulfonic acid, toluenesulfonic acid, xylenesulfonic acid, nitrobenzenesul- 
fonic acid, sulfobenzoic acid, sulfosalicylic acid, benzaldehydesulfonic acid, and p-phenolsuifonic acid. 
[0024] The carboxylic acid used should preferably be one which does not have aliphatic unsaturated bonds. Exam- 
ples of the aliphatic saturated carboxylic acids include monocarboxylic acids such as formic acid, acetic acid, lactic 

55 acid, propionic acid, butyric acid, and gluconic acid, dicarboxylic acids such as oxalic acid, malonic acid, succinic acid, 
tartaric acid, and malic acid, and tricarboxylic acids such as citric acid and tricarballylic acid. Examples of the aromatic 
carboxylic acids include phenylacetic acid, benzoic acid, and anisic acid. Examples of the aminocarboxylic acids include 
iminodiacetic acid, nitrilotri acetic acid (NTA), ethylenediamine tetraacetic acid (EDTA), and diethylenetriamine pen- 
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taacetic acid. Examples of the condensed phosphoric acids include pyrophosphoric acid, tripolyphosphoric acid, tetrap- 
otyphosphoric acid, polyphosphoric acid having a degree of polymerization of 5 or more, and hexametaphosphoric 
acid. Examples of the phosphonic acids include aminotrimethylene phosphonic acid, 1-hydroxyethylidene-1 ,1-diphos- 
phonic acid, ethyienediamine tetramethylenephosphonic acid, and diethylenetriamine pentamethylenephosphonic ac- 
5 id. 

[0025] Examples of the salts of the inorganic and organic acids include alkali metal salts such as sodium salt, po- 
tassium salt and lithium salt, alkali earth metal salts such as magnesium salt, calcium salt and barium salt, divalent tin 
(stannous) salts, tetravalent tin (stannic) salts, monovalent copper (cuprous) salts, divalent copper (cupric) salts, am- 
monium salts, and organic amine salts such as monomethylamine salt, dimethylamine salt, trimethylamine salt, ethyl- 

10 amine salt, isopropylamine salt, ethyienediamine salt and diethylenetriamine salt. 

[0026] The content of the inorganic or organic acid or the water-soluble salt thereof in the plating bath should pref- 
erably be at least 50 g/L, preferably at least 100 g/L. For contents smaller than that, the bath has a greater tendency 
to instability and precipitation. Preferably the acid is at 600 g/L or less, more preferably 500 g/L or less, much more 
preferably 400 g/L or less, most preferably 300 g/L or less. The effect tends to level off above these. 

15 [0027] In the present invention, it is preferable that (A) at least one compound selected from carboxylic acids, con- 
densed phosphoric acids, phosphonic acids and the water-soluble salts thereof as well as lactone compounds such 
as glucono lactone and gluconoheptolactone and (B) at least one compound selected from inorganic or organic acids 
and the water-soluble salts other than the component (A) (carboxylic acids, lactone compounds, condensed phosphoric 
acids, phosphonic acids and the water-soluble salts thereof) are used in combination. The component (B) includes 

20 sulfuric acid, hydrochloric acid, nitric acid, hydrofluoric acid, fluoroboric acid, phosphoric acid, sulfamic acid, sulfonic 
acids described above, and the water-soluble salt thereof. 

[0028] The component (A), i.e., carboxylic acid, lactone compound, condensed phosphoric acid, phosphonic acid 
and the water-soluble salt thereof, may be used singly or in combination. Among them, citric acid, tartaric acid, succinic 
acid, gluconic acid, malic acid, EDTA, NTA, malonic acid, and the water-soluble salts thereof should preferably be 
25 used. The content of the component (A) should preferably be in the range of 50 to 500 g/L, preferably 50 to 300 g/L, 
more preferably 1 00 to 300 g/L If the content is too small, the bath may be more unstable and liable to precipitate. 
The effect levels off even though the content is too much. When a surfactant is added to the plating bath, it may not 
be fully dissolved therein, resulting in salting-out, if the content is too much. 

[0029] The component (B) may preferably be sulfuric acid, hydrochloric acid, nitric acid and the water-soluble salts 
30 thereof. Among the water-soluble salts, potassium salts, sodium salts, ammonium salts and magnesium salts are 
preferred. The content of the component (B) should be in the range of 5 to 200 g/L, preferably 30 to 200 g/L, more 
preferably 30 to 1 00 g/L. If the content is too small, the alloy ratio of tin and copper in the deposit may become unstable 
and the bath voltage may become higher when barrel plating is conducted. The effect levels off even though the content 
is too much. When a surfactant is added to the plating bath, it may not be fully dissolved therein, resulting in salting- 
35 out, if the content is too much. 

[0030] The component (B) would act, when used in combination with the component (A), as an electrically conducting 
salt for the plating bath and a stabilizer for an alloy composition of the deposit. 

[0031] According to the present invention, the plating bath contains one or more members selected from thioamide 
compounds and thiol compounds as a bath stabilizer or complexing agent. Examples of the thioamide compounds or 

40 thiol compounds include thioamide compounds having 1-15 carbon atoms such as thiourea, dimethylthiourea, diethyl- 
thiourea, trimethylthiourea, N.N'-diisopropylthiourea, acetylthiourea, allylthiourea, ethylenethiourea, 1 ,3-diphenylthiou- 
rea, thiourea dioxide, thiosemicarbazide, and tetramethylthiourea and thiol compounds having 2-8 carbon atoms such 
as mercaptoacetic acid (thioglycolic acid), mercaptosuccinic acid (thiomalic acid) and mercapto lactic acid. Among 
them, thiourea, dimethylthiourea, diethylthiourea, trimethylthiourea, N,r>T-diisopropylthiourea, acetylthiourea, allylth- 

15 iourea, ethylenethiourea, 1 ,3-diphenylthiourea, thiourea dioxide, thiosemicarbazide, tetramethylthiourea, mercapto- 
succinic acid, mercapto lactic acid, thioglycolic acid, and the water-soluble salts (e.g., alkali metal salts, ammonium 
salts, magnesium salts, etc.) thereof are preferred. 

[0032] The content of thioamide compound or thiol compound in the plating bath should preferably be 1-200 g/L, 
particularly 5-100 g/L. They will not fully produce their effect if their amount is excessively small; they will prevent the 

50 formation of fine crystals in the plating film if their amount is excessively large. 

[0033] The plating bath of the present invention may be incorporated with a nonionic surface active agent if necessary. 
[0034] A nonionic surface active agent helps the Sn-Cu alloy deposition with a smooth dense surface and with a 
uniform composition. It should preferably be one which is derived from alkylene oxide. It includes, for example, poly- 
oxyethylene (3-naphthol ether, ethylene oxide-propylene oxide block copolymer, polyoxyethylene alkyl ether, polyox- 

55 yethylene phenyl ether, polyoxyethylene alkylamino ether, polyoxyethylene fatty acid ester, polyoxyethylene polyhydric 
alcohol ether, and polyethylene glycol. Its amount in the plating bath should preferably be 0.01 -50 g/L, particularly 2-10 
g/L. It may cause burnt deposits due to high current density if its amount is excessively small, and it may cause the 
plating film to assume a blackish color or uneven color if its amount is excessively large. 
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[0035] The plating bath of the present invention may be incorporated with one or more of cationic surface active 
agents, anionic surface active agents, and amphoteric surface active agents, if necessary. 

[0036] Examples of the cationic surface active agents include dodecyltrimethyl ammonium salt, hexadecyltri methyl 
ammonium salt, octadecyltrimethyl ammonium salt, dodecyldimethyiethyl ammonium salt, octadecenytdimethytethyl 

5 ammonium salt, dodecyldimethyl ammonium betaine, octadecyldimethyl ammonium betaine, dimethylbenzyldodecyl 
ammonium salt, hexadecyldimethylbenzyl ammonium salt, octadecyldimethylbenzyl ammonium salt, trimethylbenzyl 
ammonium salt, triethylbenzyl ammonium salt, hexadecyl pyridinium salt, dodecyl pyridinium salt, dodecyl picolinium 
salt, dodecyl imidazolium salt, oleyl imidazoHum salt, octadecylamine acetate, and dodecylamine acetate. 
[0037] Examples of the anionic surface active agents include alkyl sulfate, polyoxyethylene alkyl ether sulfate, poly- 

io oxyethylene aikylphenyl ether sulfate, alkylbenzenesuifonate, and (poly)alkylnaphthalenesulfonate. Examples of the 
alkyl sulfonate include sodium dedecylsulfate and sodium oleyl sulfate. Examples of the polyoxyethylene alkyl ether 
sulfate include sodium polyoxyethylene (E01 2) nonyl ether sulfate and sodium polyoxyethylene (E01 5) dodecyl ether 
sulfate. 

[0038] Examples of the amphoteric surface active agents include betaine, sulfobetaine, and imidazolium betaine. 
15 Additional examples include sulfated adduct or sulfonated adduct of a condensation product of ethylene oxide and/or 
propylene oxide with alkylamine or diamine. 

[0039] The amount of these surface active agents in the plating bath should preferably be 0-50 g/L, preferably 0.01 -50 
g/L, particularly 2-10 g/L. 

[0040] The plating bath of the present invention may be incorporated with one or more of mercapto group-containing 
20 aromatic compounds, dioxyaromatic compounds, and unsaturated carboxylic acid compounds, as a leveling agent for 
the plating film and an antioxidant for Sn 2 * ion in the plating bath. Examples of the mercapto group-containing aromatic 
compounds include 2-mercaptobenzoic acid, mercaptophenol, 2-mercaptobenzoxazole, 2-mercaptobenzothiazole, 
2-mercaptoethylamine, and mercaptopyridine. Examples of the dioxyaromatic compounds include dioxybenzophe- 
none, 3,4-dioxyphenylalanine, resorcin, catechol, hydroquinone, dioxyhexane, and dipalin. Examples of the unsatu- 
25 rated carboxylic acid compounds include benzoic acid, fumaric acid, phthalic acid, acrylic acid, citraconic acid, and 
methacrylic acid. The amount of these components in the plating bath should preferably be 0.001-20 g/L, particularly 
0.001-5 g/L. 

[0041] The plating bath of the present invention may be incorporated with one or more of aldehyde compounds as 
a brightener for a plating film. Examples of the aldehyde compounds include 1-naphthaldehyde, 2-naphthaldehyde, o- 
30 chlorobenzaldehyde, m-chlorobenzaldehyde, p-chlorobenzaldehyde, 2,4-dichlorobenzaldehyde, acetaldehyde, sali- 
cylaldehyde, 2-thiophenaldehyde, 3-thiophenaldehyde, o-anisaldehyde, m-anisaldehyde, p-anisaldehyde, and salicy- 
laldehyde allyl ether. The aldehyde compound may preferably be added in an amount of 0.001-10 g/L, especially 
0.05-0.5 g/L. 

[0042] The plating bath of the present invention may preferably be incorporated with one or more of water-soluble 
35 metal salts selected from water-soluble gold salts, water-soluble silver salts, water-soluble zinc salts, water-soluble 
bismus salts, water-soluble nickel salts, water-soluble cobalt salts, and water-soluble palladium salts. The incorporation 
of the water-soluble metal salt can form a dense ternary alloy of Sn-Cu-Au, Ag, Zn, Bi, Ni, Co or Pd due to the codepo- 
sition of the metal (Au, Ag, Zn, Bi, Ni, Co or Pd) with Sn and Cu, or the water-soluble metal salt can act as an additive 
for forming a dense deposit, improving a solderability, and preventing the deposit from discoloring after heat treatment. 
40 [0043] Examples of the water-soluble metal salts include sodium aurous [gold (I)] sulfite, silver (I) chloride, silver (I) 
sulfate, silver (I) methanesulfonate, zinc oxide, zinc sulfate, zinc chloride, bismuth (III) oxide, bismuth (III) sulfate, 
bismuth (III) methanesulfonate, nickel (II) chloride, nickel (II) sulfate, nickel (II) sulfamate, cobalt (II) chloride, cobalt 
(II) sulfate, cobalt (il) sulfamate, palladium (II) chloride, and palladium (II) sulfate. 

[0044] The content of the water-soluble metal salt may preferably be 0.001 to 99 g/L, especially 0.005 to 1 8 g/L The 
45 water-soluble metal salt can improve the solderability of the deposit and prevent the deposit from discoloring after heat 
treatment even in a small amount of 0.001 to 2 g/L, preferably 0.001 to 1 g/L, more preferably 0.005 to 1 g/L 
[0045] The plating bath of the present invention should preferably have a pH value of 1 0 or less, preferably 9 or less, 
more preferably 7 or less. The lower limit of pH is not limited. When the compound selected from carboxylic acids, 
lactone compounds, condensed phosphoric acids, phosphonic acids and the water-soluble salts thereof (the compo- 
50 nent (A) described above) is used in combination with at least one compound selected from the inorganic and organic 
acids and the water-soluble salts thereof other than the component (A), the pH of the plating bath should preferably 
be 2 or more, especially 4 or more. 

[0046] The plating bath is effective for plating electronic parts having an insulating material such as glass, ceramic 
and plastic incorporated therein, since the plating bath can be used at a pH of 2 or more. The insulating portion of the 
55 electronic part may be attacked, denatured or deformed if the plating bath has a pH of lower than 2.0. 

[0047] The plating bath of the present invention may be applied to rack plating, barrel plating, or high-speed plating 
in the usual way. The cathode current density may be established in the range of 0.01-100 A/dm 2 , especially 0.01-20 
A/dm 2 . It may be 0.5-5 A/dm 2 , particularly 1-4 A/dm 2 , for rack plating. It may be 0.01-1 A/dm 2 , particularly 0.05-0.5 A/ 



5 



EP 1 001 054 A2 



dm 2 , for barrel plating. The plating temperature is preferably 10-50°C, particularly 15-40° C. Agitation, which is optional, 
may be accomplished by cathode rocking, stirring, or pumping. The anode may be a soluble one, i.e., tin, copper, or 
tin alloy containing at least one metal selected from copper, gold, silver, zinc, bismus, nickel, cobalt, and palladium. 
The use of the soluble anode can supplement the required metal ions depending to the metal contained in the anode. 
5 The content of the metal alloyed with tin depends on the amount of the metal ions required in the plating bath. The 
anode may also be an insoluble one, such as carbon and platinum. Incidentally, the plating bath of the present invention 
will not cause displacement deposition of copper on the tin anode or tin-copper alloy anode even when it is not ener- 
gized. The cathode current efficiency is usually 80-99%. 

[0048] The plating bath of the present invention may be applied to any objects having conducting parts capable of 
10 electroplating. Such objects may be composite parts composed of a conducting material such as metal and an insulating 
material such as ceramics, lead glass, plastics, and ferrite. These objects for plating may undergo pretreatment suitable 
for individual materials. The plating baths herein have been found not to cause displacement deposition or precede 
deposition of copper to occur on the plating film. In addition, it does not cause corrosion, deformation, and degradation 
to insulating materials when it is applied to electronic parts composed of conducting materials and insulating materials. 
is [0049] To be concrete, the plating bath of the present invention may be used to form tin-copper alloy deposit on 
electronic parts which need soldering, such as chips, quartz crystal oscillators, connector pins, lead frames, hoops, 
package lead pins and bumps, and printed circuit boards. 

[0050] The plating bath of the present invention gives a plating film of tin-copper alloy which varies in appearance 
from white to grayish white and from bright to matte, depending on the content of copper and the presence or absence 

20 of brightening components and/or the water-soluble metal salts. Typically the tin-copper alloy consisting of 99.99 to 
10 wt% of tin and 0.01 to 90 wt% of copper, depending on the ratio of tin ions and copper ions in the plating bath and 
the plating conditions. The alloy composition should be selected according to the intended use. For soldering or for 
etching resist, the content of tin should be more than 50 wt%, preferably more than 70 wt%, and more preferably more 
than 90 wt%, and the content of copper should be more than 0.01 wt%, preferably more than 0.1 wt%. 

25 [0051] When the above-said component (A) and the above-said component (B) is used in combination, the alloy 
composition of Sn and Cu is more stabilized in the Cu content range of 0.5 ± 0.2 to 1 0.0 ± 0.5 wt% at a cathode current 
density of 0.01 to 0.5 A/dm 2 , and therefore the combination of the components (A) and (B) is effective for barrel plating 
which is conducted in a cathode current density of 0.01 to 0.5 A/dm 2 in average. 

30 EXAMPLES 

[0052] The invention will be described in more detail with reference to the following examples and comparative ex- 
amples. 

35 Example and Comparative Example I 

[0053] Tin-copper alloy plating baths were prepared according to the compositions shown in Tables 1 and 2. Lead 
frames of copper or iron-nickel (42) alloy which had been pretreated in the usual way were dipped in the plating baths, 
and electroplating by rack plating method was carried out, with the lead frames serving as cathodes, under the condi- 
40 tions shown in Tables 1 and 2. The pH of the plating bath was adjusted by using sulfuric acid solution or sodium 
hydroxide solution. 

[0054] The plating film was examined for some characteristics. The results are shown in Tables 1 and 2. 



Table 1 



Component (g/L) 


Examples 


1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


Tin (II) sulfate (as Sn 2 *) 


9.5 


9.8 


18 


7 


59 


0 


0 


0 


0 


0 


Copper (II) sulfate 5 hydrate (as Cu 2 *) 


0.5 


0.2 


2 


3 


1 


0 


0 


0 


0 


0 


Tin (II) methanesulfonate (as Sn 2 +) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


58 


Copper (II) methanesulfonate (as Cu 2+ ) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0.1 


2 


Sulfuric acid 


100 


50 


0 


0 


200 


0 


0 


0 


0 


0 


Methanesulfonic acid 


0 


0 


0 


0 


0 


100 


50 


0 


0 


200 


Sodium gluconate 


0 


200 


0 


0 


0 


0 


200 


0 


0 


0 
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Table 1 (continued) 





Component (g/L) 


Examples 






1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


5 


Triammonium citrate 


0 


0 


200 


0 


0 


0 


0 


200 


0 


0 




Tetrapotassium pyrophosphate 


0 


0 


0 


200 


0 


0 


0 


0 


200 


0 




Thiourea 


25 


25 


0 


0 


150 


50 


25 


0 


0 


150 


10 


Dimethylthiourea 


0 


0 


50 


0 


0 


0 


0 


0 


0 


0 




Acety [thiourea 


0 


0 


0 


25 


0 


0 


0 


0 


0 


0 




Mercaptosuccinic acid 


0 


25 


0 


25 


0 


0 


0 


0 


25 


0 


15 


Mercaptolactic acid 


0 


0 


0 


0 


0 


0 


25 


0 


0 


0 


Thioglycolic acid 


0 


0 


0 


0 


0 


0 


0 


50 


0 


0 




Polyoxyethylene p-naphthol ether 
(number of moles of EO added = 10) 


5 


0 


0 


0 


0 


5 


0 


0 


0 


0 


20 


Sodium hexylalkyl sulfate ester 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 


Dodecyltrimethylammonium chloride 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 




Dimethylalkyl betaine 


2.5 


0 


0 


0 


2.5 


0 


0 


0 


0 


0 


25 


Ethylene oxide-propylene oxide block 
copolymer (Mw = 2500, EO/PO = 6/4) 


0 


0 


0 


0 


2.5 


0 


0 


0 


0 


5 




Polyoxyethylene stearylaminoether 
(number of moles of EO added = 1 5) 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 




Polyethylene glycol (ave. Mw = 3000) 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 


30 


1 -Naphthaldehyde 


0.1 


0.2 


0.5 


0.2 


0 


0.1 


0.2 


0.5 


0.2 


0 




pH (note 1) 


<1 


4 


7 


9 


<1 


<1 


4 


7 


9 


<1 




Cathode current density (A/dm 2 ) 


2 


0.5 


1 


2 


10 


0.5 


2 


1 


2 


10 


35 


Plating time (minutes) 


10 


40 


20 


10 


2 


40 


10 


20 


10 


2 


Bath temperature (°C) 


25 


25 


25 


50 


30 


25 


25 


25 


50 


30 




Anode (note 2) 


A 


A 


A 


A 


B 


A 


A 


A 


A 


B 




Agitation (note 3) 


a 


a 


a 


a 


b 


a 


a 


a 


a 


b 


40 


Appearance of plating film (note 4) 


O 


O 


A 


A 


O 


O 


O 


A 


A 


O 




Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


0 


A 


A 


A 


O 


0 


A 


A 


A 


o 


45 


Solderability (note 6) 


0 


O 


A 


A 


O 


0 


A 


A 


A 


o 


Cu content (wt%) 


5.4 


2.2 


9.1 


6.5 


1.6 


0.7 


3.2 


22 


1.2 


1.4 



Table 2 



Component (g/L) 


Comparative Examples 


1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


Tin (II) sulfate (as Sn 2 *) 


19 


0 


57 


0 


0 


0 


0 


0 


9.8 


0 


Copper (11) sulfate 5 hydrate (as Cu 2 *) 


1 


0 


3 


0 


0 


0 


0 


0 


0.2 


0 


Tin (II) methanesulfonate (as Sn 2 *) 


0 


19 


0 


57 


0 


0 


0 


0 


0 


16 


Copper (II) methanesulfonate (as Cu 2 *) 


0 


1 


0 


3 


0 


0 


0 


0 


0 


4 
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Table 2 (continued) 





Component (g/L) 


Comparative Examples 






1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


5 


Sodium stannate (IV) 3 hydrate (as Sn 4 *) 


0 


0 


0 


0 


38 


48 


0 


0 


0 


0 




Copper (I) cyanide (as Cu+) 


0 


0 


0 


0 


2 


12 


0 


0 


0 


0 




Tin (II) pyrophosphate (as Sn 2 * ) 


0 


0 


0 


0 


0 


0 


9.5 


18 


0 


0 


10 


Copper (II) pyrophosphate (as Cu 2 *) 


0 


0 


0 


0 


0 


0 


0.5 


2 


0 


0 


Sulfuric acid 


100 


0 


200 


0 


0 


0 


0 


0 


50 


0 




Methanesulfonic acid 


0 


100 


0 


200 


0 


0 


0 


0 


0 


0 




Sodium cyanide 


0 


0 


0 


0 


50 


100 


0 


0 


0 


0 


15 


Sodium hydroxide 


0 


0 


0 


0 


100 


200 


0 


0 


0 


0 




Tetrapotassium pyrophosphate 


0 


0 


0 


0 


0 


0 


100 


200 


0 


0 




Sodium gluconate 


0 


0 


0 


0 


0 


0 


0 


0 


200 


0 




Triammonium citrate 


0 


0 


0 


0 


0 


0 


0 


0 


0 


180 


20 


Sodium alkyl sulfate ester 


2 


4 


10 


10 


10 


10 


5 


10 


5 


10 




pH (note 1) 


<1 


<1 


<1 


<1 


12 


13 


9 


9 


4 


7 




Cathode current density (A/dm 2 ) 


2 


2 


10 


10 


5 


10 


2 


4 


0.5 


2 


25 


Platinn time /mimito^ 


10 


10 


2 


z 


4 


2 


10 


5 


40 


10 


Rath tpmnpraturp f°fi\ 


25 


25 


30 


30 


55 


55 


25 


25 


30 


30 






A 


A 


B 


B 


C 


C 


C 


C 


A 


A 




Agitation (note 3) 


a 


a 


b 


b 


a 


a 


a 


a 


a 


a 


30 


Appearance of plating film (note 4) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 




Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 




Solderability (note 6) 


X 


X 


X 


A 


X 


X 


A 


X 


A 


X 


35 


Cu content (wt%) 


4.8 


5.3 


9.4 


6.5 


4.6 


16.5 


3.9 


8.3 


1.6 


21.4 


40 
45 
50 
55 


Note 1 . pH 

The pH of the plating solution was adjusted with sulfuric acid solution or sodium hydroxide solution. 
Note 2. Anode 

A: tin-copper alloy 

B: platinum-plated titanium 

C: carbon 
Note 3. Agitation 

a: by cathode rocking 

b: by jetting of plating solution 
Note 4. Appearance of plating film 

O : uniform and dense 

A : slightly uneven color 

x : uneven color and burnt deposits 
Note 5. Stability of Sn/Cu deposition ratio of plating film 

O : within ± 10% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

A : within ± 30% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

x : within ± 50% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 
Note 6. Solderability 

©: the same solderability as that of Sn-Pb alloy plating film 

O : solderability which is intermediate between Sn-Pb alloy plating film and Sn plating film 

A : the same solderability as that of Sn plating film 

x : solderability which is inferior to that of Sn plating film 
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Example and Comparative Example II 

[0055] Tin-copper alloy plating baths were prepared according to the compositions shown in Tables 3 and 4. Lead 
frames of copper or iron-nickel (42) alloy which had been pretreated in the usual way were dipped in the plating baths, 
s and electroplating by rack plating method was carried out, with the lead frames serving as cathodes, under the condi- 
tions shown in Tables 3 and 4. The pH of the plating bath was adjusted by using sulfuric acid solution or sodium 
hydroxide solution. 

[0056] The plating film was examined for some characteristics. The results are shown in Tables 3 and 4. 



w Table 3 





Component (g/L) 


Examples 






11 


12 


13 


14 


15 


16 


17 


18 


19 


20 


15 


Tin (II) sulfate (as Sn 2 *) 


9.5 


9.8 


19.9 


9.9 


38 


0 


0 


0 


0 


0 


Copper (II) sulfate 5 hydrate (as Cu 2 *) 


0.5 


0 


0 


0.1 


0 


0 


0 


0 


0 


0 




Copper (I) oxide (as Cu + ) 


0 


0.2 


0.1 


0 


2 


0 


0 


0 


0.1 


0 




Tin (II) methanesulfonate (as Sri 2 *) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


58 


20 


Copper (II) methanesulfonate (as Cu 2 *) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0 


2 




Sodium gluconate 


200 


150 


0 


0 


0 


0 


200 


0 


0 


0 




Triammonium citrate 


0 


0 


250 


200 


0 


0 


0 


0 


100 


0 


25 


Tetrapotassium pyrophosphate 


0 


0 


0 


0 


0 


100 


0 


250 


0 


0 


Magnesium 1-hydroxyethylidene- 
1,1 -diphosphonate 


0 


0 


0 


0 


300 


0 


0 


0 


0 


400 




Thiourea 


50 


25 


0 


25 


150 


10 


50 


0 


0 


150 


30 


Dimethylthiourea 


0 


0 


25 


0 


0 


0 


0 


200 


25 


0 




oOQium suiraie 


50 


0 


1UU 


0 


0 


ft 


eft 

bu 


ft 
0 


0 


ft 




Ammonium mothoncici ilfr~\r*otck 
Mil II MU I llulli Mlell IdllGoUIIUNdle 


0 


0 


0 


u 


ft 


Oftft 


ft 

U 


4 ftft 

10U 


ft 


Oft 




r OldoblUlTl bUIJdlu 


0 


lUU 


U 




OU 


u 


ft 


ft 


ft 

u 


u 


35 


[Vldyi IcolUI 1 1 1 lie LI Idl icoUIIUildlc 


ft 
u 


ft 
u 


ft 
u 


ft 

V 


ft 

V 


o 


150 


o 


120 


o 




Polyoxyethylene p-naphthol ether 
(number of moles of EO added = 10) 


0 


0 


2.5 


5 


0 


5 


5 


2.5 


2.5 


0 


40 


Ethylene oxide-propylene oxide block 
copolymer (Mw = 2500, EO/PO = 6/4) 


5 


5 


0 


0 


5 


0 


0 


0 


0 


10 




1-Naphthaldehyde 


0.1 


0 


0.5 


0 


0.5 


0.2 


0 


0 


0 


0.5 




o-Chlorobenzaldehyde 


0 


0.2 


0 


0.5 


0 


0 


0.1 


0.5 


0.2 


0 


45 


pH (notel) 


2.0 


3.0 


4.0 


5.0 


6.0 


7.0 


8 


9 


4.5 


5.5 




Cathode current density (A/dm 2 ) 


0.2 


0.1 


0.3 


1 


10 


0.05 


2 


1 


0.1 


20 




Plating time (minutes) 


100 


200 


70 


20 


2 


400 


10 


20 


10 


1 




Bath temperature (°C) 


25 


25 


30 


15 


30 


25 


35 


25 


30 


30 


50 


Bath stability (note 2) 


O 


O 


O 


O 


O 


O 


O 


O 


O 


O 




Appearance of plating film (note 3) 


o 


o 


0 


O 


O 


o 


0 


A 


A 


O 




Cu content (wt%) 


5.4 


2.2 


1.0 


0.5 


4.2 


0.7 


3.2 


22 


1.2 


1.4 



55 
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Table 4 





Component (g/L) 


Comparative Examples 


5 




11 


12 


13 


14 


15 


16 


17 


18 


19 


20 




Tin (II) sulfate (as SrK + ) 


19 


0 


24 


0 


0 


0 


0 


0 


9.8 


0 




Copper (II) sulfate 5 hydrate (as Cu* + ) 


1 


0 


6 


0 


0 


0 


0 


0 


0.2 


0 


10 


Tin (II) methanesulfonate (as Srv^) 


0 


9.9 


0 


57 


0 


0 


0 


0 


0 


16 


Copper (II) methanesulfonate (as Cu 2 *) 


0 


0.1 


0 


3 


0 


0 


0 


0 


0 


4 




Sodium stannate (IV) 3 hydrate (as 
Sn 4+ ) 


0 


0 


0 


0 


38 


48 


0 


0 


0 


0 


15 


Copper (1) cyanide (as Cu + ) 


0 


o 


o 


o 


2 


12 


o 


o 


o 


o 


Tin (II) pyrophosphate (as Sn 2+ ) 


0 


o 


o 


o 


o 


o 


9.5 


19.5 


o 


o 




Copper (II) pyrophosphate (as Cu 2 *) 


0 


0 


0 


0 


0 


0 


0.5 


0.5 


o 


o 




Methanesulfonic acid 


0 


o 


o 


150 


o 


o 


o 


o 


o 


o 


20 


Sodium cyanide 


o 


o 


o 


o 


50 


100 


o 


o 


o 


o 




Sodium hydroxide 


o 


o 


o 


o 


100 


200 


o 


o 


o 


o 




Sodium gluconate 


200 


o 


o 


o 


o 


o 


o 


o 


200 


o 


25 


Triammonium citrate 


o 


100 


o 


o 


o 


o 


o 


o 


o 


180 


Tetrapotassium pyrophosphate 


o 


0 


300 


o 


o 


o 


120 


200 


o 


o 




Sodium alkyl sulfate ester 


2 


4 


5 


10 


10 


10 


5 


10 


5 


10 




pH (note 1) 


4 


2 


6 


<1 


12 


13 


9 


9 


4 


7 


30 


Cathode current density (A/dm 2 ) 


0.2 


0.05 


1 


20 


5 


10 


2 


4 


0.5 


0.1 




Plating time (minutes) 


100 


400 


20 


1 


4 


2 


10 


5 


40 


200 




Bath temperature (°C) 


25 


30 


15 


25 


55 


55 


25 


25 


25 


25 


35 


Bath stability (note 2) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 




Appearance of plating film (note 3) 


X 


X 


X 


X 


X 


X 


X 


X 


X 


X 




Cu content (wt%) 


4.8 


1.3 


18 


2.5 


4.6 


16.5 


3.9 


8.3 


1.6 


21.4 


40 
45 


Note 1.pH 

The pH of the plating bath was adjusted with sulfuric acid solution or sodium hydroxide solution. 
Note 2. Bath stability 

0 : good bath stability; no precipitation occurred 

x : bad bath stability; precipitation is liable to occur 
Note 3. Appearance of plating film 

0 : uniform and even 

A : slightly uneven 

x : uneven 
Note 4. Anode: tin-copper alloy 



Example III 

[0057] Tin-copper alloy plating baths were prepared according to the compositions shown in Tables 5 and 6. Lead 
frames of copper or iron-nickel (42) alloy which had been pretreated in the usual way were dipped in the plating baths, 
and electroplating was carried out, with the lead frames serving as cathodes, under the conditions shown in Tables 5 
and 6. The pH of the plating bath was adjusted by using sulfuric acid solution or sodium hydroxide solution. 
[0058] The plating film was examined for some characteristics. The results are shown in Tables 5 and 6. 
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Table 5 





Component (g/L) 


Examples 


5 




21 


22 


23 


24 


25 


26 


27 


28 


29 


30 




Tin (II) sulfate (as Sn 2+ ) 


9.5 


9.8 


18 


7 


59 


0 


0 


0 


o 


0 




Copper (II) sulfate 5 hydrate (as Cu 2 *) 


0.5 


0 


0 


3 


1 


0 


0 


0 


0 


0 


10 


Copper (1) oxide (as Cu+) 


0 


0.2 


2 


0 


0 


0 


0.3 


0 


0 


0 


Tin (II) methanesulfonate (as Sn 2 *) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


58 




Copper (II) methanesulfonate (as Cu 2 *) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0.1 


2 




Sulfuric acid 


100 


50 


0 


0 


200 


0 


0 


0 


0 


0 


15 


Methanesulfonic acid 


0 


0 


0 


0 


0 


100 


50 


0 


0 


200 




Sodium gluconate 


0 


200 


0 


0 


0 


0 


200 


0 


0 


0 




Triammonium citrate 


0 


0 


200 


0 


0 


0 


0 


0 


0 


0 


20 


Tetrapotassium pyrophosphate 


0 


0 


0 


200 


0 


0 


0 


0 


200 


0 


Magnesium 1 -hydroxyethylidene- 
1 ,1 -diphosphonate 


0 


0 


0 


0 


0 


0 


0 


300 


0 


0 




Thiourea 


25 


25 


o 


o 


150 


50 


25 


o 


o 


150 


25 


Dimethylthiourea 


o 


o 


50 


o 


o 


o 


o 


o 


o 


o 


Acetylthiourea 


o 


o 


o 


25 


o 


o 


o 


o 


o 


o 




Mercaptosuccinic acid 


o 


25 


o 


25 


o 


o 


o 


o 


25 


o 




Mercaptolactic acid 


o 


o 


o 


o 


o 


o 


25 


o 


o 


o 


30 


Thioglycolic acid 


o 


o 


o 


o 


o 


o 


o 


50 


o 


o 




Sodium sulfate 


0 


100 


0 


50 


0 


0 


0 


0 


0 


0 




Ammonium methanesulfonate 


0 


0 


0 


0 


0 


0 


80 


0 


60 


0 


35 


Potassium sulfate 


0 


0 


100 


0 


0 


0 


0 


0 


0 


0 




Magnesium methanesulfonate 


0 


0 


0 


0 


0 


0 


0 


120 


0 


0 




Nickel (II) sulfate 6 hydrate (as Ni 2 *) 


0.1 


0 


0 


0.05 


0 


0 


0.3 


0 


0.1 


0 




Silver (1) sulfate (as Ag 2 +) 


0 


0.1 


0 


0 


0.05 


0 


0 


1 


0 


0.2 


40 


Bismus (III) sulfate (as Bi 3+ ) 


0 


0 


0.02 


0 


0 


0.01 


0 


0 


0 


0 




Polyoxyethylene (3-naphthol ether 
(number of moles of EO added = 10) 


5 


0 


0 


0 


0 


5 


0 


0 


0 


0 


45 


Sodium hexylalkyl sulfate ester 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 


Dodecyltri methyla mmo ni u m ch lo ride 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 




Dimethylalkyi betaine 


2.5 


0 


0 


0 


2.5 


0 


0 


0 


0 


0 


50 i 


Ethylene oxide-propyiene oxide block 
copolymer (Mw = 2500, EO/PO = 6/4) 


0 


0 


0 


0 


2.5 


0 


0 


0 


0 


5 




Polyoxyethylene stearylaminoether 
(number of moles of EO added = 15) 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 



55 
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Table5 (continued) 



Component (g/L) 


Examples 


21 


22 


23 


24 


25 


26 


27 


28 


29 


30 


Polyethylene glycol (ave. Mw = 3000) 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 


1-Naphthaldehyde 


0.1 


0.2 


0.5 


0.2 


0 


0.1 


0.2 


0.5 


0.2 


0 


pH (note 1 ) 


<1 


4 


7 


9 


<1 


<1 


4 


7 


9 


<1 


Cathode current density (A/dm 2 ) 


2 


0.2 


1 


2 


10 


0.1 


2 


1 


2 


20 


Plating time (minutes) 


10 


100 


20 


10 


2 


200 


10 


20 


10 


2 


Bath temperature (°C) 


25 


25 


25 


50 


30 


25 


25 


25 


50 


30 


Anode (note 2) 


A 


A 


A 


A 


B 


A 


A 


A 


A 


B 


Agitation (note 3) 


a 


c 


a 


a 


b 


C 


a 


a 


a 


b 


Appearance of plating film (note 4) 


O 


O 


O 


O 


O 


O 


O 


O 


O 


O 


Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


O 


O 


O 


O 


o 


o 


O 


O 


O 


O 


Solderability (note 6) 


® 


® 


o 


O 


® 


® 


® 


o 


® 


® 


Cu content (wt%) 


5.2 


2.0 


8.8 


6.4 


1.7 


0.9 


3.0 


19 


1.1 


1.5 



Table 6 



Component (g/L) 


Examples 


31 


32 


33 


34 


35 


36 


37 


38 


39 


40 


Tin (II) sulfate (as Sn 2 *) 


9.5 


9.8 


18 


7 


59 


0 


0 


0 


0 


0 


Copper (II) sulfate 5 hydrate (as Cu 2+ ) 


0.5 


0 


0 


3 


1 


0 


0 


0 


0 


0 


Copper (I) oxide (as Cu*) 


0 


0.2 


2 


0 


0 


0 


0.3 


0 


0 


0 


Tin (II) methanesulfonate (as Sn 2+ ) 


0 


0 


0 


0 


0 


9.95 


9.7 


16 


9.9 


58 


Copper (II) methanesulfonate (as Cu 2 *) 


0 


0 


0 


0 


0 


0.05 


0.3 


4 


0.1 


2 


Sulfuric acid 


100 


50 


0 


0 


200 


0 


0 


0 


0 


0 


Methanesulfonic acid 


0 


0 


0 


0 


0 


100 


50 


0 


0 


200 


Sodium gluconate 


0 


200 


0 


0 


0 


0 


200 


0 


0 


0 


Triammonium citrate 


0 


0 


200 


0 


0 


0 


0 


0 


0 


0 


Tetrapotassium pyrophosphate 


0 


0 


0 


200 


0 


0 


0 


0 


200 


0 


Magnesium 1 -hydroxyethylidene- 
1,1-diphosphonate 


0 


0 


0 


0 


0 


0 


0 


300 


0 


0 


Thiourea 


25 


25 


0 


0 


150 


50 


25 


0 


0 


150 


Dimethylthiourea 


0 


0 


50 


0 


0 


0 


0 


0 


0 


0 


Acety {thiourea 


0 


0 


0 


25 


0 


0 


0 


0 


0 


0 


Mercaptosuccinic acid 


0 


25 


0 


25 


0 


0 


0 


0 


25 


0 


Mercaptolactic acid 


0 


0 


0 


0 


0 


0 


25 


0 


0 


0 


Thioglycolic acid 


0 


0 


0 


0 


0 


0 


0 


50 


0 


0 


Sodium sulfate 


0 


100 


0 


50 


0 


0 


0 


0 


0 


0 


Ammonium methanesulfonate 


0 


0 


0 


0 


0 


0 


80 


0 


60 


0 


Potassium sulfate 


0 


0 


100 


0 


0 


0 


0 


0 


0 


0 
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Table 6 (continued) 



Component (g/L) 


Examples 


31 


32 


33 


34 


35 


36 


37 


38 


39 


40 


Magnesium methanesuifonate 


0 


0 


0 


0 


0 


0 


0 


120 


0 


0 


Pofyoxyethylene p-naphthol ether 
(number of moles of EO added = 10) 


5 


0 


0 


0 


0 


5 


0 


0 


0 


0 


ooaium nexyiatKyi sulfate ester 


0 


2.5 


2.5 


0 


0 


0 


2.5 


2.5 


0 


0 


Dodecyttrimethylammonium chloride 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 


Dimethylalkyl betaine 


2.5 


0 


0 


0 


2.5 


0 


0 


0 


0 


0 


Ethylene oxide-propylene oxide block 
copolymer (Mw = 2500, EO/PO = 6/4) 


0 


0 


0 


0 


2.5 


0 


0 


0 


0 


5 


Polyoxyethylene stearylaminoether 
(number of moles of EO added = 15) 


0 


2.5 


2.5 


0 


0 


o 


2.5 


2.5 


0 


0 


Polyethylene glycol (ave. Mw = 3000) 


0 


0 


0 


2.5 


0 


0 


0 


0 


2.5 


0 


1-Naphthaldehyde 


0.1 


0.2 


0.5 


0.2 


0 


0.1 


0.2 


0.5 


0.2 


0 


pH (note 1) 


<1 


4 


7 


9 


<1 


<1 


4 


7 


9 


<1 


Cathode current density (A/dm 2 ) 


2 


0.2 


1 


2 


10 


0.1 


2 


1 


2 


20 


Plating time (minutes) 


10 


100 


20 


10 


2 


200 


10 


20 


10 


2 


Bath temperature (°C) 


25 


25 


25 


50 


30 


25 


25 


25 


50 


30 


Anode (note 2) 


A 


A 


A 


A 


B 


A 


A 


A 


A 


B 


Agitation (note 3) 


a 


C 


a 


a 


b 


C 


a 


a 


a 


b 


Appearance of plating film (note 4) 


O 


O 


O 


O 


O 


o 


O 


O 


O 


O 


Stability of Sn/Cu deposition ratio of 
plating film (note 5) 


O 


0 


O 


O 


O 


o 


O 


O 


O 


O 


Solderability (note 6) 


o 


o 


A 


A 


o 


o 


O 


A 


o 


o 


Cu content (wt%) 


5.4 


2.1 


9.0 


6.3 


1.6 


0.7 


3.1 


20 


1.0 


1.4 


Note 1.pH 

The pH of the plating solution was adjusted with sulfuric acid solution or sodium hydroxide solution. 
Note 2. Anode 

A: tin-copper alloy 

B: platinum-plated titanium 
Note 3. Agitation 

a: by cathode rocking 

b: by jetting of plating solution 

c: by barrel plating 
Note 4. Appearance of plating film 

O : uniform and dense 

A : slightly uneven color 

x : uneven color and burnt deposits 
Note 5. Stability of Sn/Cu deposition ratio of plating film 

O : within ± 10% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

A : within ± 30% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 

x : within ± 50% of variation in Sn/Cu deposition ratio due to the variation of cathode current density used 
Note 6. Solderability 

©: the same solderability as that of Sn-Pb alloy plating film 

O : solderability which is intermediate between Sn-Pb alloy plating film and Sn plating film 

A : the same solderability as that of Sn plating film 

x : solderability which is inferior to that of Sn plating film 
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[0059] As is described above, the present invention makes it possible to form a tin-copper alloy deposit, in place of 
tin-lead alloy plating, on electronic parts such as chips, quartz crystal oscillators, hoops, connector pins, lead frames, 
bumps, lead pins of packages, and printed circuit boards. 



Claims 

1 . A tin-copper alloy electroplating bath comprising a water-soluble tin salt, a water-soluble copper salt, an inorganic 
or organic acid or a water-soluble salt thereof, and one or more compounds selected from thioamide compounds 
and thiol compounds. 

2. A tin-copper alloy electroplating bath comprising a water-soluble tin salt, a water-soluble copper salt, one or more 
compounds selected from carboxylic acids, lactone compounds, condensed phosphoric acids, phosphonic acids 
and water-soluble salts thereof, one or more compounds selected from thioamide compounds and thiol com- 
pounds, and an inorganic or organic acid or a water-soluble salt thereof other than carboxylic acids, lactone com- 
pounds, condensed phosphoric acids, phosphonic acids and water-soluble salts thereof. 

3. A plating bath as defined in Claim 2, wherein the compound selected from carboxylic acids, lactone compounds, 
condensed phosphoric acids, phosphonic acids and water-soluble salts thereof is formic acid, acetic acid, lactic 
acid, propionic acid, butyric acid, gluconic acid, oxalic acid, malonic acid, succinic acid, tartaric acid, malic acid, 
citric acid, tricarballylic acid, phenylacetic acid, benzoic acid, anisic acid, iminodiacetic acid, nitrilotri acetic acid, 
ethylenediamine tetraacetic acid, diethylenetriamine pentaacetic acid, gluconolactone, gluconoheptolactone, py- 
rophosphoric acid, tripolyphosphoric acid, tetrapolyphosphoric acid, poly phosphoric acid having a degree of po- 
lymerization of five or more, hexametaphosphoric acid, aminotrimethylene phosphonic acid, 1 -hydroxyethylidene- 
1,1-diphosphonic acid, ethylenediamine tetramethylenephosphonic acid, diethylenetriamine pentamethyl- 
enephosphonic acid, or a water-soluble salt thereof. 

4. A plating bath as defined in any one of Claims 1 to 3, wherein the inorganic or organic acid or water-soluble salt 
thereof is sulfuric acid, hydrochloric acid, nitric acid, hydrofluoric acid, fluoroboric acid, phosphoric acid, sulfamic 
acid, methanesulfonic acid, ethanesulfonic acid, isethionic acid, propanesulfonic acid, 2-propanesulfonic acid, bu- 
tanesulfonic acid, 2-butanesulfonic acid, pentanesulfonic acid, chloropropanesulfonic acid, 2-hydroxyethane- 
1 -sulfonic acid, 2-hydroxypropanesulfonic acid, 2-hydroxybutane-1 -sulfonic acid, 2-hydroxypentanesulfonic acid, 
allylsulfonic acid, 2-sulfoacetic acid, 2-sulfopropionic acid, 3-sulfopropionic acid, sulfosuccinic acid, sulfomaleic 
acid, sulfofumaric acid, benzenesulfonic acid, toluenesulfonic acid, xylenesulfonic acid, nitrobenzenesulfonic acid, 
sulfobenzoic acid, sulfosalicylic acid, benzaldehydesulfonic acid, p-phenolsulfonic acid, or a water-soluble salt 
thereof. 

5. A plating bath as defined in any one of Claims 1 to 4, wherein the water-soluble copper salt is cuprous (I) oxide, 
cuprous (I) cyanide, cuprous (I) chloride, cuprous (I) bromide, cuprous (I) iodide, or cuprous (I) thiocyanate. 

6. A plating bath as defined in any one of Claims 1 to 5, wherein the compound selected from thioamide compounds 
and thiol compounds is at least one selected from the group consisting of thiourea, dimethylthiourea, diethylthiou- 
rea, trimethylthiourea, N,N'-diisopropylthiourea, acetylthiourea, allylthiourea, ethylenethiourea, 1 ,3-diphenytthiou- 
rea, thiourea dioxide, thiosemicarbazide, tetramethylthiourea, mercaptosuccinic acid, mercaptolactic acid, thiogly- 
colic acid, and the water-soluble salts thereof. 

7. A plating bath as defined in any one of Claims 1 to 6, which further comprises a nonionic surface active agent. 

8. A plating bath as defined in any one of Claims 1 to 7, which further comprises one or more surface active agents 
selected from cationic surface active agents, anionic surface active agents, and amphoteric surface active agents. 

9. A plating bath as defined in any one of Claims 1 to 8, which further comprises one or more additives selected from 
mercapto group-containing aromatic compounds, dioxyaromatic compounds, and unsaturated carboxylic acid 
compounds as a leveling agent for the surface of a plating film. 

10. A plating bath as defined in any one of Claims 1 to 9, which further comprises one or more aldehyde compounds 
selected from 1 -naphthaldehyde, 2-naphthaldehyde, o-chlorobenzaldehyde, m-chlorobenzaldehyde, p-chloroben- 
zaldehyde, 2,4-dichlorobenzaldehyde, acetaldehyde, salicylaldehyde, 2-thiophenaldehyde, 3-thiophenaldehyde, 
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o-anisaldehyde f m-anisaldehyde, p-anisaldehyde. and salicylaldehyde allyl ether as a brightener for the surface 
of a plating film. 

11. A plating bath as defined in any one of Claims 1 to 10, which further comprises one or more water-soluble metal 
salts selected from water-soluble gold salts, water-soluble silver salts, water-soluble zinc salts, water-soluble bis- 
mus salts, water-soluble nickel salts, water-soluble cobalt salts, and water-soluble palladium salts. 

12. A plating bath as defined in any one of Claims 1 to 11, which has a pH value of 10 or less. 

13. A process for tin-copper alloy electroplating which comprises plating an object with the plating bath defined in any 
one of Claims 1 to 12. 

14. A process for tin-copper alloy electroplating as defined in Claim 13, wherein an anode immersed in the plating 
bath is made of tin or a tin alloy containing one or more metals selected from copper, gold, silver, zinc, bismus, 
nickel, cobalt, and palladium. 
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